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Primary loss of weight aund some features of water exchange in
newborn infants, Vop.okh.mat. i det, 1 no,3:19-23 My-Je 156,
(MLB& 9:9)
1., Iz kafedry gospital'noy pediatrii (zav, - deystvitel'nyy
chlen Akademii meditsinskikh nauk $SSR prof, A.F.Tur) Leningrad-
skogo gosudarstvennogo pediatricheskogo meditsinskogo instituta.
( INFANTS (NEWBORN))
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TITOV, A.l.

Chronaxy during the first days of 1ife in infants born prematurely and
at term, Pediatriia 39 no.5:11-13 S5-0 '56. (MIRA 10:1)
, 1. 1z kafedry gospital'noy pediatrii (zav. - deystvitel'nyy chlen )

AMN 8SSR zasluzhennyy deyatel! nauki prof, A.P.Tur) leningradskogo
pediatricheskogo meditsinskogo instituta ldir, - prof. N.T.Shutova)
(NERVOUS SYSTEM, physiology,
chronaxy in premature & normal newborn inf, (Bus))
( INFANT, NEWBORN, physiology,
chronaxy (Rus))
(INFANT, PREMATURE, physiology,
same)
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RUZNBTSOV, V.I1., polkovnik med, sluzhby; BARCNOV, V.A., ‘polkovnik med. sluzhby;
wt 120V, Ael., Dolkovnik med, sluzhby, dots.; PIAIKOVSKIY, V.V., polzovnik
med. sluzhby; SMIANOY, K.K., nolkovnik ned, sluzhby, kand. med. nauk;
_ ' DOVZHENKO, G.I., polkovaik med. sluzhby; DIVNENKO, P.G., polkovnik med.
- s luzhby; GORYUSHIN, G.S., nodpolkovnik med, sluzhby; SHCHERBEKOV, N.I,
. podnolkovnik med. sluzhby; ZHUK, Ye. G., nodpolkovnik med, sluzhby; BUTOMO,
N,V., mydr med. sluzhby; PREOBRAZNEHSKIY, P.V., mayor med. sluzhby;

TIKHONOV, X.B., mayor med. sluzhby

Clinical mnifestations in subjects exposed to prolonged ionizing ir-
radiation, Voen. med. zhur. no.2:40-43 F '57 (MIRA 12:7)
(RADIATIONS, effects, -
c¢lin, manifest. in subjects exposed to prolonged ionizing
irradiation (Rus))
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TUR, A.F., prof., zasluzhennyy deyatel® nauki, otv.red,(Leningrad);
VOLOTOV, A.H., dotsent, red, (Ieningrad); EVASNAYA, L.G., dotsent,
red,; KOTIKOV, Tu.d,, prof., red.; LIBOV, A.L., prof., red. (Lenin-
grad); MALYSHEVA-MAKSIMENKOVA, Ye.S., dotsent; red.: MIRONOVICH, V.K,,
dotsent, red. (Leningrad); TERNOVSKIY, S.D., prof., red. (Moskva):
TITOV, A,Il., kand.med.nauk, red. (Leningrad); HATAROVA, N,V., red,;

LIVSHITS, D.A., tokhn.red,

[Proceodinga of the Seventh All-Union Congress of Pedistricians in
Leningrad, 1957; abridged stenographic report] Trudy VII Vsesoyuzno-
&o s"ezda detskikh vrachei; sokrashchennaia stenogramma. Otv,red,
4,F,Tur, Leningrad, Gos.izd-vo med,lit-ry, Leningr,otd-nie, 1959,
654 p. (MIRA 13:5)

1. Vsesoyuznyy s"yezd detskikh vrachey, 7th, Leningrad, 1957.

2, Deyatvitel'nyy chlen Akademii meditsinskikh nauk SSSR (for Tur).

3. Chlen-korrespondent Akademii meditasinskikh nauk (for Tornovekiy).
(PEDIATRICS--CONGRESSES)
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JTITOV, A.I., kand.med.nauk; POTANIN, N.V., kand umed, nauk

Case of erroneous diagnosis of sosinophili b i14
Sov.med. 24 no l1:111-114 N '¢0,  © reaCtion?uﬁci%;fen°

1. Iz kafedry gospital'noy pediatrii (zav, - d
: o = deystvitel 'nyy ohl
AMN 8SSR prof. A.F.Tur) Leningradskogo pediatricheskogo mggite;iggkon
instituta (dir. - prof. N.T.Shutova). ¢
(ROSINOPHILES) (LEUKRMIA)
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_ TITOV, A.I.

N e

Erythrocy:tometric data in anemia in premature children, Vop. okhr,
mat. i det, 6 no, 1:22-25 Ja '41,

(MIRA 14:4)

1. Iz kafedry gospitallnoy pediatrii (zav., - deystviteltnyy -
chlen AMN SSSR prof, A.F, Tur) Leningradskogo pediatricheskogo
meditsinskogo instituta (dir. - kend,med,nauk Ye,P, Semenova),
(INFANTS (PREMATURE)——DISEASES)  (ANEMIA)
(ERYTHROCYTES )
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DIMSHITS, L, A., prof.; DROZDOVA, M, V,, dotsent; BELEVSKIY, A, G.,
kand, med, nauk; TITOV, A. I,

Lesion of the eyes in marble disessse (Alvers-Schonberg disease).
Vest. oft. no.2:52-55 '62. (MIRA 15:4)

1, Gospital'naya psdiatricheskaya klinika (zav, - deystvitel'nyy
chlen AMN SSSR prof. A. F. Tur) i kafedra glaznykh bolezney
(zav, - prof. V. I, Grigor'yeva) Leningradskogo pediatricheskogo
meditsinskogo instituta.

(BONES-~DISEASES)  (EYE--DISEASES AND DEFECTS)
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TITOV, A.I.; BARYSHNIKOVA, A.H.

lexlorosuli'ichlorination end -hlorosulfochlorination of
'u}’rylene. Conversion o ~shlutcethanesulfiniz acid o
thio ethe:r, Doki. AN SSSR ‘157 Noe18l39-~142 J1 16°

(MIRA 17:8)

1. Predstavleno akadsmikcm M.M. Shemyak inym,
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Titov, A. I.; Sizova,

AUTHOR: Gitel', P. O.;

R-chloralkyl (.

'TITLE: A method for producing
2, s, 1723
i L

ISOURCE: Byulleten' izobreteniy i tovaruykh znakowv, no, 13659, 20

TOPIC TAGS: aklyl phosphine, chlorinated organic ccmpound

|

“\BSTRACT: This Author's Certificate introduces a methnd for nradiseing B-chlnralky{

{alkenvl) dichlorophoasphines. Shears-reor sri-- v dp i4 T-e oy vt L vh cha s opeper
N . :A{ . .

PN

SURMITTED:

REF 50V:

APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6"



"APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-

G 3L T PR e ENES

%

; Ye,, doktor tekhn,nauk;
.M. doktor tekhn.nauk KRIVOSHEYEV, A. vy .
SHILOV, P];EMIi)OV'ICH N.S., ka.nd.:cekhn.nauk; RUDNITSKIY, L.S., k’agd,fek‘}u}.nauk,
FLOROV K.{l., kand, tekhn,nauk; SHAPOVAL, I.M., kang.te.(.m.‘;autﬁc, .
OLEYNIE:HENKO, V.G., inzh.; ZAIKIN, N.A., inzh,; TITGY, A,I., inzn,

Replacing alloyed steels by high-strength cast iron in manufacturing

k3 - - . ’ N
machine parts, Mashinostroenie no.4:59-61 Jl-Ag '65 (IR 18:8)
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L 5h09-66  BWT(1)/BdT(m)/T/EP(t)/BP(b)/BiA(c) 1JP(c) JD

ACC NR: AP5027386 SOURCE CODE: UR/0181/55/007/011/3159/31}2’/
4
AUTHOR: Abroyan, I. A.; Lavrov, V. P.; Titov, A. I, 2
2 5{’ R4 5;’ = &?w‘-?‘,..»;, ‘J/l:/?
ORG: Leningrad Polytechnic Institute (Leningradskiy politekhnicheskiy institut /-
im, M. 1. Kalinina) )

TITLE: Secondary emission of germanium bombarded along various cyrstallographic
axes by potassium ions

SOURCE: Fizika tverdogo tela, v. 7, no. 11, 1965, 3153-3162

TOPIC TAGS: semiconductor single crystal, single crystal, secondary emission,
germanium single crystal )

55 1) [ oA &
ABSTRACT: The ion-electron emission of germanium single crystals is studied to
determine the effect which the crystal structure of the target has on secondary
emission. Germanium specimens were bombarded with potassium ions at energies up
to 7 kev, and secondary emission was measured as a function of the angle of inci-
dence. It was found that the coefficient 6g,1 (the ratio of the number of ions

reflected from the target at energies greater than 0.1 kev to the total number of

» Card 1/2
: O'?cw'_/k‘r_r'}
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.ACC NR: AP5027386 ;

prmary particles incident on the target in the same time interval) has a strong i
tdirect relationship to the temperature of the target. At 750° wiith primary parti- :
‘;cles in the 0.5-1.5 kev range, 8,1 = 6-7.5% at angles of incidence between -30 i
‘and +24°, The experimental data show that the angle of ion incidence affects se- |
‘condary emission in the semiconductor single crystals in a manner similar to that
observed in the case of metals. It is suggested that all single crystals regard-
!less of conductivity type (insulators, semiconductors and conductors) or type of
{chemical bond should show a non-monotonic relationship between the angle of inci-
A‘dent radiation and secondary emission. The authors are grateful to N. A. Yereneyev Ery
‘and N. N. Petrov for constant interest in the work and useful cousultation. Orig

art. has: 2 figuzég

SUﬁ CODE: SS/ SUBM DATE: 23Feb55/  ORIG REF: 006/ CTH REF: €03
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L 1875L4-66 E‘z}r(l)/aﬂ(m)/m(t), 1JP(c)  JD/JG/AT .
ACC NR: AP6003770 SOURCE CODE: UR/0181/66/008/001/0111/011k

Titov, A, T, i

B i satatiing

ORG: Leningrad Polytechnic Institute im. M. I. Kalinin 194
(Leningradskly politekhnicheskiy Institut) b

TITLE: Excitation of electrons in germanium by alkaline metal ions
) 21, Yy vy 59 +7 7
SOURCE: Fizika tverdogo tela, v. 8, no. 1, 1966, 111-114

TOPIC TAGS: germanium, single crystal, alkali metal, lon bombardment,
electric conductivity, palr production, electron interaction ?
ABSTRACT: The authors investigated the increase in the conductivity |
of germanlum single crystals upon excitation of electron-hole pairs
by 1ithium and sodium 1lons of energy up to 6 kev. The induced con- P
ductivity was investlgated by a pulse technique described in detail |
earlier {FTT v. b4, 2719, 1962), The target preparation procedure ig '
also descrlbed elsewhere.  To compare the pair-production efficiencieszr
of electron and lon bombardment, two guns, one emitting electrons and;

Cord  1/2 .
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4

B the other lons, were installed in the apparatus. The germanium used
e was n-type with resistivity ~38 ohm-cm. In all cases when the ion
beam struck the surface of the germanium, its electric conductivity
increased. The total number of electron-hole palrs excited by an lon .
of glven energy before 1t 1is completely stopped in the target is es- "
timated wlth the aid of Fermi-Dirac statistics at ~500 palrs when :
bombarded with 3-keV sodium ions and ~2000 palrs when bombarded with
lithium lons of the same energy. The number of pairs is found to
decrease wlth Increasing atomic number of the bombarding ions and to
Jincrease monotonically with increase in the ion energy. The values
obtained experimentally agree with the theoretical estimate. Orig,
art. hass: 3 figures and 2 formulas.

.SUB CODE: 20/ .SUBM DATE: 01Jul65/ ORIG REF: 004/ OTH REF: 001
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L 56049-65 EWT(m}/EPF(c)/E%r(5) /T p 2 !
2 25049-65
ACCESSION NR: APS018360

AUTHOR: Titov, A

. I §1§9K3L M. Y.; Gi;gi', P. O

o~
S £ O =5
W 5}
TITLE: Hew reaction for producing hgta—chloro&lky}dichlorophosphineevfrom olefina
according to an jonic mechanisy N

SCURCE: AN S5SR. Doklady, v. 159,

no. 2, 1964, 385-388

chlorinated organic compou
reaftion mechanism

TOPIC TAGS:
icnization,

nd, organic phosphorus cempound

=y

ABSTRACT: vBeta—chlorosikyldlchiorophosphenes were

PGl to olefing in the presence of aluminum ehlor{

produced by additfon of
scheme of fts electron anelog 9nc:
thioupt the ., ; ,
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1 o
PC‘J and olefin were used to ahift the equilibria in the necesssry direction
Pﬁ,.lf:“‘ rornt{-\ﬁg .‘,{ & --th’\‘Lf"\e .",\[ P "‘HF PN . e 3 .;-, N PR
?-“1"‘: . . L Crlot g coRE e e, tachutyipee EXRN]

fnrnlipe .

ASSOCIATIGN: none

- SUBMITTED: O6May6l CL: SUB CODE: ©oC,
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AUTHOR:  Abroyan, 1. Ay Titov, A. 1. ;;

- TITLE: Induced conductivity in germanium,during bombardment hy potassium iene in
different crystallographic directions b

SOURCE: Fizika tverdogo tela, v. 7, no. 7, 1965, 2007-2012

 TOPIC TAGS: anisotropy,

electrical anisotropy, electric field, electric conductivity,
" semiconductor, germanium

ABSTRACT: The induced conductivity in single crystals of germanium was investigated
as they were bombharded with potassium ions with energiecs up to 7 kev. The experi -

mental device consisted of a sphere with two mutually perpendicular extensions. Cne

of these centained a source of alkaline icns while the other contained the singla
rystal gerwanium target. The target was criented

in @b 3 way that *he alactric
[ ) P - -

4

L .- . Yoo et & .
B . . B . : P . * - -A<;'A’\ i alrt, <
G thie jiimary Deam was varied by rotating the target. A flat screen covered with
willemite was pla-ed in front of the target and controllsd by an electromagnet.

37 P <
;.,z,ﬁ_,,.si H SR 0L
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1This made it possible to observe the jon heam vigually and provents ! the radiation
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inwidence of jrimary parricles on the surface ~f vhe s4mp l2. The ma<imum valye -f X
induced conductivity corresponds to the direction of maximum crystal "transparency” ;
“to the ions. "The authors are gratefu. to M. A, Yeremeyev for constant interes* in
the work and usefyl advice and to H. 8. Srigor'veva for helr ir making the measure-
ments.”  Orig. arc. has: 5 figures.
ASSOCIATION: Leningradskiy politekhnicheskiy institut im. M. I. Kalinina {Leningrad ‘
Polytechnic Institute) B
'SUBHITTED: 29Dectl ENCL: 00 sus cove: VE En

 HO REF S50V: 003 OTHER: 005
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1. TITOV, A.I. ' -
2. USSR (600)
L. igriculture

7. Production of butter of improved quality, Moskve. Pishchepromizd:t,1952

9. Monthly List of Russian Accessions, Library of longress, March,1953.Unclassified.
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*7"The stakility of different kinds of butter. A. 1. Tltov..
‘Tyudy Viesoyuz. Nauch.-Issledoratel, Insi. Molckisor Prons, -
'§053, No. 13, 39-59; Keferal. Zkur., Kkirm. 1954, No. 37129,
' —Fresh butter, pug to storage just after its prepn., preserves
its original qualities for o long petiod of time when stored at
temps. nat higher thun - 1°, - Melied butter is best stored
at temps. approx, —5° ut lower temps. the undesirable

{stachlo-green color can be developed, nt high temps, the
Jlquid phase cun be sepd,  Milk fat und refincd butter have
o bz stared at temps, not lower than —5°, and not higher
‘than 8% under these conditlons the storage can be as long
23 2 years. - Pasteurized butter can he stared for 3 years at
te1aps. not higher than 8°; when the butter is made {rom
{at -+ mitk it can be stored for 2 years at minus temps. only. -
“The product made from fat - salt water i3 stable also at :

fus terape. up to % such a product Is usually not attacked
gy molds, Dry butter atored {n hermetically sealed con-
‘talners proserves its ngtun 1 freshaess for 13 months oven
when kept at 18-20°;  at lower temps, it 3 stable for 18
smonthy,  When butter contains yeasts it can be stored

ithout any significant changes for 3 years, KW,

Clert,

t
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'AUTHORS s Titov, A.I.; Viodavets, I.N.; Eebinder, P.A. 69-20-1-15/20
A St

TITLE: The Processes of Structure Formation in Milk Fat and Their
Significance in the Manufacture of Butter (Protsessy
strukturoobrazovaniya v molochnom zhire 1 ikh znacheniye
dlya proizvodstva slivochnogo masla)

PERIODICAL: Kolloidnyy Zhurnal, 1958, vol XX, # 1, pp 92-101 (USSR)

ABSTRACT: A study has been made of the strength characteristics of
milk fat and butter. It was found that in order to satisfy
the consistency of butter; the fat must form a mixed crystal-
lization-coagulation type of structure with the coagulation
structure predominating. The specificities of structure for-
mation in the production of butter by churningyand by the con-
tinuous chilling of high fat content creamjhave been examined.
Two major ways have been indicated for improving the butter
consistency: controlling the crystallization temperaturz of
the milk fat, which allows changes to be made in the total
solid phase content of the system, and regulating the me-
chanical treatment in the hardening process, which allows
changes to be made in the character of the structure formed

Card 1/2 so as to bring it closer to the crystallization or to the

e

APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6"



"APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6

EERTEARR SRS SRS
PRI PR W O

69-26-1-13/20
The Processes of Structure Formation in Milk Fat and Their Sifnificance in
the Manufacture of Butter

coagulation type.
There are 6 figures, and 15 references, 11 of which are
Soviet, 3 English and 1 Dutch.

ASSOCIATION: Vsesoyuznyy nauchno-issledovatel'skiy institut molochnoy
promyshlennosti, Moskva (All-Union Scientific Research Insti-
stute of the Milk Industry, Moscow)

SUBMITTED: July 19, 1957

AVAILABLE: Library of Congress
Card 2/2

APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6"



CIA-RDP86-00513R001755820016-6

AN L L L T 7 TP I RN

e ¢ ’ Sadium’ Tormaldehydes, )
[ X 2 ‘ .MJ“;‘.MA\“II:‘: J"‘:?.:\.l!:?-’eh"‘l:.:"l::l,:.:;nl ‘;l I|’: i\h"'n"' WA L Tiay  Ruee ‘ :.
- / . aln . T .
oe ‘;: HXO wre i) about Lol of Z dust nudl(.);s:;::l‘. ‘l»l"IT.'SL;."'" wed L ed ot N e
; ) .
oe .,'_: Y
b '! : 'i-08
oot 3 | |-® @
os JI,,: ilr@@
E <
0? | g% =09
: ||-oe
'_‘ 1 X

r

LR ELE
LTI ST

et ny

TR AL S BRI W R a it

00000cco0000000

8080606060 co0cnooe
¢ i

G

APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6"



° seesondoed MY R X
0o TR REE o;oqooncpoo{ounoc LA
oot ' e ooy Y TR v Hon O T I L B t nonon :
‘““ ":ll‘klﬂ'_'lllSr“’l"?[“nua{:“*clvl|‘|tslr«';l,
Y I i, ORI e
Y .i f ;’r‘r()l‘ ‘La(" . R AL PP . ce®
¢0 st , X / D -9@
o0 i -00
b " Acetylating aromatic amino sulfonic acids, A, L. Titev “o®
oo ¢ N.N. Verorhteny, Ruer 402, March 31, T -0 0
v N Aiing subfone m ls et tloeie aslianne Aty latedd in the
e .'; N Y b ~eel aalin nln-cuq»mulhu;uuln-\\'lh' mnlvuncd i
P ETCY XU RNILEU T R wloal. on frar ainine sulfertsie wide
:1;
aif
sl®

Aym. LS BETALLLRUR A LITERATURE CLASMIFICATIGN

sie gd1ve

APPROVED :
FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6"



"AP
I:‘ROVEE FOR RELEASE: 07/16/2001

P

1CS[A-RDP86-00513R001755820016-6

FEETAEERS

3 fing the ~heme: CHUNAT-

cid ‘. N groups of 1 ackle iy aceurding G neme: ML
S0~ -—Na* & RCONH AN Lol 5 n

s RO oy 4 MHH\I;L\H’. The ability ol ¥V

c\’:;cl(ﬂilll’v --'nu- T rptens ¥ doutitlees, 80
e ) increase of : HLWNA

Agylation of ominosulfonic acids.

1.Ties, Cen. Chem (V8.5
S, Y i UL y ate of ]
b AMUBOL ' s WeTE studied by
TR HNCHEOH a1y, 1.4 (T and e
spit V) and theit walts with AgOR and H-
nd withowt the sdilna. of NaUGAc and 118

.

1 COyNa, at defimite ration wud pesiouts of time The vodd-
tion imiats, were treated with wed water and HCY aud the
:nmlcd 1 .:'k}ﬂ w;n :‘l’lr‘lled ":lll_;)b th!\:;lNgg. cln
weyn. of free L &c it was tve i1. Na:CO :
soln. and either snalyred as such or united with the t‘mh: s wue gye1eoms v roduct o resciion mist.
yroduct of reaction. The wabulated results show that the .ary jnflucnce e pIOETess
FTactical difficulties tn the Sectylation of free concn- o ' n bl e of acetyls-
plained by the ex 1y small concn. of satd, solns. LNAISOM + RCOM & DUNHArSOM
. t acealingk the

treme!
boxylic acids (V) at the b. . of the
ty from the thermod mic
on: HNATEO- 4 RCOMH -
A R()CNHMS(M! + WO, The
vidtently is clonely related to the wit Ar cave of

re N, snd C(nit goups. oy thiscan !
5 b T g e
¥ % e e saime salts t 4

® essing b g temp.
wotn, At olytic dissun. ddns- o4 v . The u'u lﬁt)‘: the 'n-mon vieldd i

of theit salts is very considerahle. most prohe- ot The o o e el 1o
Y, further adidn. ol NaOAs. the

e provess of wln , with aimuitaneous atn. of the 3 active

PSRN

& 2o

avs ML -(uuwor.n (1)} e .
4 - vaons Y
% e miiadt Gm avy 158

e T
- e ont
: . 1 ¥

PR I N

gaatunt (LM\WKA"C!

APPROVED FOR
RELE :
ASE: 07/16/2001 CIA-RDP86-00513R
- 001755820016
_6"



"APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6

R R N R R R I B R S PR B B P e R R R A AR E R G D= . a4 & "'." . e & *® T . _ @
T S A - - g ® -
2 e 0000380 50000 o0
. 000088 c00? Y
..."..O..
e 'Y}

- °
e 3veee

t W
ates the mvtite 1 achde o0

APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6"



"APPROVED FOR RELEASE: 07/16/2001

o BNVRRTNES R

0513R001755820016-6

v s
2

R T R T R I s
. Al amiscqipae aliitost explomg )

'l.n' Iesistance of py,(y it et / { e
(o

| ,
o | . [Q, s of slig tly more cone D) Riteation feccantare,

i P d. It ang a sligh : .00
i acticn of nitrogen dioxide on beazene, toluene 2 BIve U8-1000 ¢y abtly higher (eny,,

e | aad chlorobenzene. I. Nitraton with o0 diozide ""gld at (H;]}wmn i V), Toluege Vil b“pl YY)
t m

a X ;
Ia the presence of sulfuric and phosphoric acide. A1 of mixed MeCHNo, &m‘;:"i&n o4 %u',l'"' ‘.0
Titov. and A. N. Baryshnikove, . J. Ges. (,hlhn.u. '(ll.’lé(b; BITO-pcrend in ing fotmed p t 3% 2 i, : ce
S, R 6, 1861-8(1030) .- Ou the Rsanption that HNOy, vy with I at tvom fer o Prolonged niggion o -
tormned by reaction of N0, 11 with HSO, (1D, s the sole Products, PN"ll’- RIVes ill «detitnest gk Ctlored -0 @
nutrating agent when aromatic hydtocarhons are pitrated Titov.  Ihid. 1A% o nll ArY  communjcation A
with I in the presence of 11, the following equation, sup- to13 I dows ot peaer” l" the alisenee of sPevial iva -00
prted by nml.uhln,huﬂcrnllqnplllnlhc course of the emp. A ! "l;l ui, H{, V. umi yij A oo 0o
reaction: RH + Ny, + # HS0,.m l}ho)‘.‘!(NOg l”- a mixt, of VI 045 5.5, ":I":;"Y (A ¢e ) fur 1 by goyes P N
HSNO, 4+ (v — )) HyS0,.(m i+ 1) l’('. ‘:j:;“h" tory thay favor '”W-.n. of 1 l""T'mn of V1 the (e F]
vomplete wiilization of 1 the ratio toward | e eiid of |' © . elevated temp.  upd ittt l”ﬂ"n Yo low coney 1,
seaction between free I8 and water, (0 - 1):  (m 4 L the .MM_".'". This 1y a0t et sibyagyegy gy
! st exceed u certaln min. vulue, characteristic for ench monomerle NO) * ewplained )y inalahey of
i compd. The great tendency of li to transfer protons to on the duntion'o! the 1 [ . “,,,(.,"“n“
vompds. which normally in sq. tiedium are not PIOtOf  preqred with Tat 12° in m:ﬂ:'non | oncn,

acceptors explains l’ts mukcd_m:uvmiql effect. Neither days gives 1216 phmy‘::‘lﬂw of Mluming; g
unhyd. H,PO, nor 1,0, appreciably activates the reaction, thyldini!romuhgm. . fl(;::_r_tlhanc aX), i T4
indicating that they do not react with I to form HNO.; B:OH (XII), any § o5 vir. e BzH XT), o et o
To 20.2 g. CoHy .ll'll)r Vi‘mol‘;’,{)"'lg'gd' L;i‘ndg;d.z.'.)( '“;l MirL. 10 direct Mumnination ~;|u:‘l\iplmmt i e reuction <®
uver a period of 21) min. s soln, g lin: - 1y cxlerates alf of (he reactions wip” BRI or Hy lamp, .
-#4%). Stirring is continued 1 Rr. at 50° and the resc- st 1U8° and in (he *and cuts down VIIT ¢y, 4 yer

Clm * {.faltuly

}
I
I

210N 10718 404 wamay
1.3
®
®

'
ol i i i o #hsence of illumingr; ¢ ;
51 mirbemaco (1), 8w T £ T 1k st R, 7 AT KR o i e
12| proceeds best when the conen. of free II Is 78-85%. Be- cleavage of Ix Fe Probably furmed by hydroiyd
ii=] low this concn. I does not completely react, above this and X and oxidation of VI T L"
°;;if voncn. side reactions sharply lower the yield of IV. Hg
3 avasin wmiimcn e camomon T T
i Thow Givignave TR ToTIoIT Lz T “.—?E"_' T
14n089 o2

| YL - I

APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6"



U S

"APPROVED FOR RELEASE: 07/

ecedoso0boee e YeTYTe o o ge eV
goon0obe0se § f".'”‘_‘:“:”'n.
l ’ Foy nouou ; e v bt e on ‘v“b.
‘I “"_‘"‘JJ : .lll' At ymo oroiss ) o anp et CaE Ry o '.. .
. 5 X € el r [ R R .
A Ty, A I v e %0
eoe Rl Asylatinn of atumaile nnwuwumm eoids 1) Msthad A, ° ‘
t ol mulprlo Asylmu N« N. Voruahiaoy and A1 Bitav. -®
AL { A J. .4[ ird Chem. (U4 S, 5. R.) 9, 1865271038}, of. Y
c| L- ¢ AL, acylation of 1,8-CHu(NHy)- e
' SO.H was carried glt by the method of mult le acylation, X
L3 in the following/anner: the scid was dissolved in 8 hot 00
N «atd. soln. 1aOAc in 9K% AcOH and the saln. was Lo
P I allowest 10 Jéit (quietty) to the ead of the reaction  Then, -0
L 2] afier sl couling, the ppt. Tinsnesd wae Hterod sl the | |.0o@
ee »i,. mothep/lquin wan sgaln weedd 0 the pramess tisteat of {
o0 ,! . together with « fresh poetion of an siine achl i 1. 0®
23 ; und NaDAe. It is pussible to curry out sbout 10 opera- \'1 o0
ee® Jiv:. before reaching the limit of acid diln. The yield i
P - he scylation product increased with each operation RE L
9 {77.1-106.0% of theory), because of the increase of concn. Hl.ee
3 of the AcOH at the cust of the NaOAc, i. €., the acylation izl
was carried out, practically, at the cust of the NaOAe. . R
*e The i and folluwing operatione difler from the first in lee
T that the mertylation prduct is washal with dil. AcOH,  e®
wpl. frum the prixduct of the preceding operation during ;:! ¢
its drying. The formylation of the same cutnpd. by this -y
method vielded about 94% of the product. A AP : :..
| 0
| o
‘ | ~® [ 4
lise
. ) il ee

SL1ALLURGICAL LITENATUAE CLAIIFICATION o
T _ T LT : L - e T N l)-‘ﬂy

T wir onv dst
* ' ,

APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6"

CIA-RDP86-00513R001755820016-6

N

KSR



"APPROVED FOR RELEASE 07/16/2001 CIA RDP86 00513R001755820016 6

T MAEINGE GRS

cez@ ¢
-z0@

,
dnle fNtey
e
’ ) PRI RLED amis BAIELEYAL ot
; - e e e - biLREIIE ame T ! AR
4

a .

g ¥

l!: i

'!g Velocuy of ncdylnhon of aromatic aminosul- :

L phonic acids. A L_Tirox_and A. N. Bari | oo
fl, scuntxova {(J. Gen. Chem. Russ, 1837, 7, 367— i lee

23 302).—The velocity of acotyht.lon of 1:0- and |ee

M 1:7.NH,CjoHSO,H bhas been determinod under i
: different oond!txona R.T. P

o lwe

9 HE 1

v i: L X}

af N Y
2 { o0

£ i ree

¥ ;

Atu-.3b a4 AETALLURGICAL LITERATURE CLASSIPICATION tz: PR,

Siviadies ’ - ) Vhce steany
ilmu: nlr 1] Ull BIL1AY Ja e v

R R VR TR T T

1]
L}
[}
®

APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6"



—— - .

132} . .
--r(l_nn amt
or less com] . 4.8,
Wohl and . A. 38, dTwy. N wat
gradually introcduced, wht shaking. inte e sl of
b g. (V38 mol.) IhCl amd 1072 €. .t v ) AlLL
ury A “ J. G ot 0% AICh was completely dissolved when 1.74 &
Chem. (U S5 R V7,500 4 IQ-Z TT,’LWY‘TW\' : W04 mol.) Ny, was .llmnhﬂl. \. e., cunctly acvaeding
Acvurding mmw-»lm.s-ul‘c. ‘419, 230) the nitration : la (). Funites shmeptlon ol B
of apunati hyshromutiums with N, it the presciws ol ‘:,"'.: ‘“"'“"" ‘: """." ""“. 9% M :;'
ML‘I‘ prowverdy hy the fusination the complex JAICh. P &g N WA b, | w‘;‘ r
ACHUNOYUNG Y, o, in the excess of {dmum, on ) it
and its decompn. By 1he action of HO tnto AICh l'bh‘(‘&
and HNGh. Haptl. data showed that AICL in \san .
by the sction of by uf the amt. of NiO, that wonld be H homedt 8 U $7
tred fur the furmath 1. with fusthes aldn. i e T“( - "‘“ o ) R
Ny the reaction ovceits nuch le= cneygetinlly, sl A0 g % ‘h"“ bt ‘_“"l"‘“ ‘;“‘("“: f
e mcthon ol TR indispetisable 1o the furmation begton At foom 1€ ";. Hy I‘ ‘ll l"‘ ‘u;:““lﬂ)'“
of nitro cuangels {he seaction provvexds by btn(h\f w ¢ ‘:";'l' of at 1t . ";‘.?;)‘ i :} i I"L“I‘L N N()'.'
the abscnce of Hit? accurding o the formula: JAICH ¥ The filzate contained 1.2 50 W%} of mirer s
AREE b ANG - ARNO, ¥ ANOCH 3 ALUL O, (1) the mitrmtion of Uylly gave analogme trsults.  Cos
It i postulated that Lhe vourse of the reaction Is closly ducting N st 10H° for ¥ b imo the 'L.:,‘”h'“ mind
connecter] with the variows phascs of codrdinated satn. wwremsed the ylebd of u“'“?".""‘"' by 216, Nitenthat
of AIC, and that the monnent of AICh swoln. co8 of PRNOy, ML :‘"d p-MeCalliMe with N the
o A e e of the veaction: Kit N0, + 2AKCL — of AlCk falle & o e ey
RNOVAICH 4 AICLIOH) NOUT 52 RNORAICKIOW) -+ j‘ o e was improved BY
R Che NOCT (2 o Intenee color of e soln., bn Identhonl the reversed veder ¢ addn. of AlCL to the mint. of Ndh
NOCL and PhMe, yesalting 7, nitntolucoes, b, 20 4
Nitewtbon of PHCT with N.O..in I'l||l g‘cnmrv of UL, gave
A

prpitry

) .L',.‘E-l ".'

£
;::l‘kh that ol a Mt‘ll. :;lu. in the mﬂ'ﬂ“v of <L
ywing stages ol 1 enction are v atedd 10 - Yo ARy A
getically proceciing satu " the Al tirld of foree, and '.:?"" of lannetic CILAbNG
S RNOy A N, at U gnvc‘glphllyin dark ll)vmuéurl. Al At Gownn

O, witlh PhMre and
appent, be n}n (e by the wiwmes: RO

A ﬁ r - Atcx..mn.muNu.NNoCl):
(OW N 4 N, + RN -» AlCt (""ui&“
YN -(uuulctn ll"ll?‘vly(tll e | .I

(S0 R0

1emp. cxploni e ignition. tration of beas-
sidebyde and ‘ beasene, loluens and
Arumatie mmrh. contg. o
sulmtitpent, su€ a8 Ny allehyde
a0t teact with N0y evem under prosse al oo

APPROVED FOR R
ELEASE: 07/16/2001 CIA-RDP86-00513R00175582
0016-6"



/2001

high teog. and i (he presetce of AlCL.  Fhe Lamation
of (i- snd temitso compda. is wil{ cffcated with Ny, w
the presence of fuming H,S0, (of. Pinck, ¢ 4. 21, ax04,
Hattegay, C. 4. 23, M), 1n the nitsatiar of waomarn
compds. with NyO, in the presence of Hyt), 5% ol
combined N is converted into HNO, which is not used
in the reaction. A complete use of Ny, is posadble in
the Iab. tests by the addi. of K8, to the teaction mist.
, alter the compiction of the Ist stege of the cwaction:
RB 4+ N/ b II!.‘C(). = WNOy + HSNO, ) O,
RH ¢ HENOY 0 KO » INGy 4 S, 4 My
Koy, Hence, the reaction is completed withuut addni,
HEO, or SO1. CHL{NUy)y was obitained in 97.0% yield
by sdding diopwise, with stissing, 10.1 g NyO, i 25 g.
45% fuming H,S0, to 123 g PANO; at 5-7°.  After
stapullag foe | he., the tenp. of the renction mist, was
raioed to 100° (1 he.), then conled to 40° i dild. with
100 o, MO, Hy thin micthod, MeCal Ny gave O8NS,
2,4 (CNHCHMe and 88% 2.4,0.00:N)CdhiMe, and
2-CICHNO, gave M.b% ClCHNDY),  Varlations in
the touction temp, (5-14F) showed no effect on the nature
and the yickds of the nitmtion prxducis.  Vyo 1008 g,
Bakt, 10 g, NO and 33 g, of 306% funnng 11340, at 87
reslted WO g, of & ulln:otmlduﬂ, salidifyttig ut 46 0",
Treeating 13.7 g. (L1 mwol.) pMeCJiNO; at T0° with
4.9 g. N, (0.084 mol.) in 144 g. of 2556 fumng S0,
¥ inshde of 30 min., and then at the sanie temp, with 835 g,
1048 mol.) KO and atigring for an aditul. he., reahind
in 1719 24-(ONRKCHMe, malidifying pomt 69.1°.
Chas. Blance
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The mechanism of the Konovalay reaction (nitration of
saturated hydrocarbons). LA 1 Tuwaov. 1. Gen.
Chem. (U. 5. 8. R.) 10, IRTR SL(1H0Y; cf. o A0,
8516%.~—~NO; acts on MePh at 100)° to give chietly Ph-
CH,NO; (1) and, by oxidation, Bzil and H:0H. Sowmr
PRCH(NOy); (I1) and nitrotolucnes are also formed, but

NOj; has & very slight nitrating uction on the ring, Con-

versely, HNO; acts only to
pure, but if it contains some

nitrate the ring when s
NO, NOy is formed and the
Thu», if urea is added to

. R

COmmln LLEWENTS

4

side chain is also nitrated.
HINO, to remove all NO helure nitrating, 2,8-dinitro-p-
cresal is the chiel praduct, and the side chain is neither
nitrated nor oxidized, although the latter feartions pre-
dominate when NO is left in the acid. Neither 1INO
nor NOy converts 1 into 1. I i« produced when the
PhCH, radical, forined by ceaction of Phie and NO:.
reacts with NO to form PRCH;NO which isomerizes to
phCH : NOH and then reacts with N( to form 11

H. M. Leicester
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hydrolysis of 2,6-dlamino; ne and 2,0-aminohydroxy-
p{rldlnc. A. I Titov and B. B. Levin, J. Gen. Chem.
(U, 9, 8. R, 0150104 1) .—~1n continuation of previous
work (C. A, 30, 6730%) on compds. contg, an amigovinyl
xeouplug, the ease of hydrolysis of 20-dluminopyeidine
(1) was studied. On the baris of reaonant structires the
relative ‘case of hydrolysis of this compd. to 2,8-amino-
hydrg&ypyridine is explained, as well as the comparative
fty of further hydrolysis to the 28-dihydioxypyri-
‘The rate of hydrotynis by Jdif, HySO, was stiudienl
't froam the data obiained a wet n{mrcnullva conditions
for 17 was ddetd. as follows: 10 g, Land 70 8 g, 0647 150,
arc heatod at 158° for 4.8 hrs,, dild. with 80 ce. 1,0, let
«tand at 7-10° and the anhyd. sulfate of 11 is filtered off
in 4.8-g. yvield. On diln. n{ the mother liquor @ further
2.6 g, is obtained, giving & total yicld of 5. To obtain
the frec hase, the sulfute (8 g.) in 20 oo, Baoiling water i
trented slowly with NuOAe or NalSOy until nenteal 1o
Congo red, boiled for several mins., filtered and cooled.
The pptd. product is the hydrate of 11 (50.5% yicld), m.
203.5-204°. By treatment with Ac;O it is converted into
the 2,6-diacetate, m. 68° (from Et,0). Prolonged hydroly.
sis of 1 in 7055 H;80 at 178° yickls more NH, than the
theoretbon) amt. from hydiolysis of the NH; groups, in-
Heuting hydrolysis of the pyridine ring. A smnll quantity
of an acid was isolated from this hydrolysis mixt., but
could not be identified positively. G. M. K.

of amine hy?l'%llh. Investigation of the
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[ 4 J : Inductive, mesdmérc, ang steric efocts In uasaturated MeNty, wlereas the decsvase of the basie projattaes in ‘e
o0 ngd aromatic aclds. A. 1. Titoy (Lab. O'f' Chem., K. E. PuNH, us compacerd with MeNH,; i due lm 'lbc -M o0

. Voroshilov  Mifit. Acad., Mowow). J. Ges. Chem.  cflect.  The increase of acidi “H,CH:

PP - LYo M cffect The stroug increase of acidity from CH,CH: -

alE (U.S.S.R.}) 16, 1801-5(18406)(in Russlan).~-The fact that CHCOOH 1o CH,C:CCOOH (1PK « 23) as against o

o0 4y a,8-unsatd. acids are weaker than the corres ing 2.1) is understandable from the fact that the two r.-;)mh o0

al= 8,y-unsutd. acids (e.g., CH,CH,CH:CHCOOH, |00k = of C:C liv inslifferent p ¢ Gt i

Py : ) 4 0 be i shifferent planes oaly age of which can be the -
H 1.5; CII.C":C!(C".COOII. PR = 3.4) in interpreted seat ol un M elfect, whervas in the other imductive attiees b
CY &4 [ by e mlvrnn-u(km of & pos. tpesnueric (-4 M) effcct on’ tion of electrony romams uncompensted.  Fhe l:mﬁ:\l e X ]
ool i the acg. lnductive (=17) effect, resulting in an increase electropluliam of the vatroayl C, due (o the M and the 2
sl of the neg. charge on the carlioxyl and u lessening of the clectromernie effevts, dets. the much lower sates of mm‘ﬁ-‘ ‘oo
Y ) tendency to jonisation. The + M cffect explains also the cation of a, 3-okfincurboxyhe acids in comparison with the ! ‘o0
ee° increased l_g._li;~p(ownkn of PhXNOy av compar] with. corresponding satd, acids, whereas the somewhat nmlrr, .
0o s I rate in 8,y-unsatd. acids is explained hythesok-mwrrm«} S ‘oo
of the [-effect.  lnusmuch as full realization of the Af-f 5|o®
eeov cllect of w-bonds depends on lovation of the correspouding H ‘o9
.o * n'tom: in one lpl*nt, suhlllluull;lIMt distupt the plane < =
structure on steric grounds will hinder resonance and re-

2 sult in higher acid dissocu.; for steric reasous, the ?is, g’ t::
furms of CH,CH:CHCOOH and of PhCH:CHCOOM are ! "
stronger acids than the truns forms; the sae steric factoe | ‘e e®

2 . also underlics the increase Ql uu:hty from PhCOOH to o- 599

' ! M:CJ!.COOH to 2,6-MeyCHiCOOH as contrasted with

- the acidity~decreasing +[flect of introduction of Me Ise

4 . § groups in m and p positions,  The combined action of the! PPy

" 5 : ] steric and ‘lhv: + 1 clfevt is detd. for the stability of the

o { 24.08-Me,CLCO * carbonium ion in sl in HS0. 00

: Ll 1
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1ndory of nitration of saturated hydrocarbons and thelr
{7 d/ derivatives. 1. General conclusicas on the peimary

slemen stage of the reaction. ﬁ $Tituy (Lab. Ory.
Ubew., K. I, Vormhilov Milit;, " Acad., Moscow)., J.
Giem, Chem. (1S.S.R)) 16, IXOG-1006{ LMB) (in* Rus-
sian), —The incffectiveness of pure ENO, foe the nitration
of paraflins, paraflinic side chains, and cycloparaffing, was
demonstrated in W-day expts. at room temp. with CiH,,,
2,7 -dimethyloctane, cyclohexane, and lmﬂ. and HNO,
4. 1.40-1.42; results were abo neg. with CuHyy and eyclo-
hevane at 100°, 10 hes.  Nitration proceeds not with
HXO, but with NO; which fotins to some extent above
K02 4yl eyclolicxane nitrated with 11NO, (d. 1.4) ut

acting with 12 g. Nty gave 7.5 g. nitrated products.
- Fusther prool is derived from expts® on the nitration of
PhMc with N0, with cxcess of cither NO oc O, In the
first e, due 10 suppressed disvsocn., NyOy — NOy + NO,
nitrateo is very shight; in the presence of 0, due to the
oxidation of NO to NOy, nitration is significant.  Only
the monomer NO, is effective, NiOy'is not. The primary
rraction is assumed to be RH 4+ NO;~+ R + HN,, giving
rise to free radicals R; by ity electrophilic nature, NOy
i+ anadogrs to at. halogens, being encrgrtically closcst to
“ the jxline atotn.  Values of the energivs of stabilization
L ol rivbicals R are derived from the differences of ki-
netic encrgies of activation E of hydrocarbous RH and
of CH,, awuming the difference to be approx. = Ega; for
the nitration of CH,, 2 = 43 keal., and hence values of
En aee taluibated for a ao. of mdicaly R (lor R = Et, Pr,

FX-° gave only 0.8 g. product while the samc amt. re--

-Pr, Bu, se«-Du, MeC, PhCH,, PHCH, PhC,
En =20, 3.0, 40, 3.5, 4.7, 33, 15, 26, 34 keal.) and
the E vulues for the nitration of the c'un.:pondmg hydro-

“carbons, RH. That nitration by NOy is of the radical
reaction type is further corrolerated by such facts aa its
locslization in the hydrocarboun phase, abnence of an in-
fluence of the polarity of the medium .aml of the presence

" of strong acids (ILSO., AICL, TiCLi. The awumed
mechanism, RH + NOy — R 4+ HNQO,, is further sup-
pocted by considerations of energetic and s eric improb- .
ability of other mechanisms, such as RH + NOy ~= RNO;

~ 4 H or C—C rupture. Prinuiry formation of compds. of
the tyje RNOOH is improbable on sturie grounds "wd on
account of ¢is-trans conversion under the action of .'\rlhl‘.,;‘

P
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LT ton, md‘l’mﬂ::gc:ho! steric factors in slkylation, acyla. 2 with il G, and factimstio tyidd MI7E), aurate i -00
0o sl oot v c;nlul teactions A, 1. Titgy (K K. o G-ET pusate . 82020 (akes. The 2 teactumas, /10 3 :
(UK Te, Bop1e lt:;u:w M..*“.'," J. Gén.” Chenm, avxlation by 1 sl aikvbatbnm by §, proreed with appenar. | -o@
L dovok, ) \'L‘ludlies .n(' VI8)(its Russian); cf, cd. 4, the wine vohrity. Uhe pur. elec. churge on the N atom is Y'Y
L7 not oaly by the reactions of thiv type are detd. i undoubtedly greater in the nitrate tha in the nitrite, but L
“!; ‘ Ppos. elec. charge ou the corres; o gznnix to z;;:;tn steric accesaibility the latter N exhilits livee
o ¢ electrophilic ceaters but also, to a L i * its electrophilic nature more reuwlily, forming the interme- | e
;} i . finative unsatn.” of thise ccn(lg:, :‘:&g{ :bh: diate complex 0::':} -OCH,Ph.  Likewise, phenols resct ‘.O
wii degree of their steric accessibility and their capacity of ¢ of oo
.‘l; forming compds. with a higher cobrdination no. without . . EtN -1 ; Tee
3 substantially altering the elec. niture of the rest of the (C3HY with nitsites (in neutral or Jlightly alk. mediug),
i1 mol.; thus, in NOy, RCHO, SOCY,, the N, C, and Satoms loﬂn}ug nitroso compds., but are jnert 1o alkyl nitr.ges. ~ee
é i -are codedinatively unsatd. and ready to form intermedizge  (3) Fusther examples of the effect of steric unsatn, 58 the RE.
comaplexcs without substantial activation. The nucleo.  “1KYiating action of alkyl sulfates and the aeylating sction HP
hilic atom A (charge —v) in the mol. M-A-N wilf react most carboxylic acid esters.  The enhancement of the - Rk
aster with cither the electrophilic center By or with thae . SIkyRting ability of sulfurous acid esters by addas. of - je®
at Hy (charges +6 and 44, steric resistances R, and f) strong inorg. acids may be due to the formtion of jnterme- e
in the mol, (QN(T)(X) B-B: (Y)(Z), depending on the H ¢ H iy
si(r_x of the difference of the driving lorces f of the two re- : zjree
actions, uppeox. equal o the difference of the two rate  diatecomplexes| R -0 =8--0 ~R | . The esterification Tice
coustA.: Ak s fy — fi m Pe(ey — ) ~ (Ry ~ Ry) where . : .
Plsa fl‘l::'mm u: the distance. (2} Thew considerations '] tlre®
are applicd 1o the reactions of Et,NH with the nijtrit L ay of Lath i IE
PRCHNO, (I) and with the pitrate BACH,NO, (I):  duc 16 o Lirge extont p 7 alivhatic. alcohols I ce
37.4 . Ireacted with 40 g. EtsNH under cooling, glving o tie aersibility- ne
o after 2 dayy standing and twice repeated dista., 94'/' A0
g oluosotimethylamine, KGNNO, b, 175-8% and #8%)  of the C atom in R'C—a as compared with g
2T PWCHLOH; no alkylation took pluce, On the othes on
£ls band, 8811 reacted with 10 g. EGNIH with a sponta. .
@ mcous temp. risc to 05°; soln. in 30 ml, HCI (1:2), stirring RCH,—-O\ , the reaction proceeding over the in-
& with ether, alkalinization, extn. with ether, and distn. of - H
£ the ext. gave W%, (PhCHOEGN, b. 200-33%, identical T 1
H _;g:: tllxcz %fodz;,rx: é{;:&mued by bolling on & water bath il
| s. 12.5 g. ,25g. V. X z . -
%4003 *4 | s 2°;f.a.5"2‘},’-o{.‘3‘&.?~'°°" Xt o Tion '?:1:‘:.;:'&' I f
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B es ! l!:\(). of sp, gr. 1.33 i: ] nl:. IlO.?c cg_ntgt. 0.3 g. urea Y
R __ 2t : nitrate, no nitration takes place and 70%; benzene is oh- -
ool Mechaniam | ofm:hownulg:k o?ml“ﬂ‘ of aromatic tained. When ¥ g. of PhilgOAc is treated with 15 ml. (4]
o0 § mW‘fr‘!t d A N Q“Bunyshnikmm.‘"!n.,ﬁt Chem. =HNOs of sp. g 1.4 and 0.05 g. trioxymethylene, self- e Y
..¢ H _A. 1. l'lov ;1711 - 5-(19_")“” Russian).—With dil. beating to 55° takes place and the reaction mixt. yiclds .06 s
p sl hl)i_&s." tz R 'ox.lwdu o the "’“’”‘“umuc compds. f'otl;h.\(’)'i l;:l]l X -C.llh(.\('i()',))i. 0.03 g. P‘n‘:uovhenol. : (X ]
A 5 AV ing to 08 g. 2,4-dinitrophenol, and 2.1 g. picric acid. Similar 2
Pt (1) undergo ;;m:e(mmm?ﬂg“ ok o, results are obtained with (o-MeCull),Hg, 0-MeCalf,e  |*
®. : aromatic hydroc oos with 50-70% HNO, contg. oxides HgOAc, 1-CuH HgCl, PhHENO,, etc.  When 10 ml. ben- H
o 7 rveaction is wntdmi“ of nitro aromatic b boas (HI) zene was treated at room temp. 10 days with 50 ml. HNO; of H
oty 'rxi!xl:fnmb (IV) is obtained as o roenatic . er. 13'3:(1"%1.5 z.\yﬁ(g;o&,:l with (1) 05 g wreani- |2
3 o in ihe presence of Hg » and (2) 0.5 g. NaNO;, the Ist reaction yie 9 ml. py
);lytll:m‘a’{_llr:n' n‘:{ﬁl i:::fe ‘:‘ ':&"c'::il;':m nilg:tion involves —benzenc, a trace of PhNOy, and no picric acid. Reaction 3
| — farmation of a mixed Hg aromatic compd. whicb“nh i";bﬁ gi?ﬁl&;’ .:)l_p‘g };n::ﬁ;;t?og?, s le!\g),é 306 £ p- o1k
| ed ! IV, 1o the a , CHWNOYy, 042 5. 2, pheniol, and 2.0 g. picric -
i 2:3’: of ’\l'o l(lh::l:‘d:‘ ngc:?alyu the conju(;;zl feac- ‘ll%d'wdb‘!l?gfcTsu:‘n“so'l'::;:o?;::;d:;:‘:" "(32‘} ':‘he""{ B ~e
; i itrati d oxidation.  When 2 g. PhyHg or " 1.3 ; in yie s
' ggﬁ‘g“:u‘ryl?aat)x"'. wte) is treated at 15° with of nitrophenols was higher. . F I:I.R?t!am,’:‘u:- P [ X J
a1
i
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TaiToV, N-l.

2
agent and the satd. hydrocarbos: involves 2n atom oA
from the hydrocurbon und the agent, whale 111 the case of
the wromtic vompd. the reaction with 4 U atoum.
‘The mechaniam for the nitration of satd. hydrocarboty is
given in @ previous paper (cf. C.A. 41, 65208), The ¢
mechanism for the uitration of arumatic hydrocarbuns
with a HSO-1INO; mixt. is: 1. NOOH + 2150,
= (0=N=0)" + 10" +250d1 & NO.T + SOM
Diffsrences in the nitration of aromatic and saturated 2 NOm-0SOH; 2. Ar-—il + (0==N=0y" = A=l
bydrocarbone. A. Tli(‘)‘-,\‘!ll:l()fg;". T(t)rb‘k{hd( M'::"i HOM OwaN= 0
o { ~The fundamenta E - . . N Y- ey
-( uC;cn:ég :;xh:gle.)ni::;tk:u i arvmatic and satd. hydros B0 AENO, b W0 or 22 Ath 6 N - OSOM
carbous is that the reaction with aromatic compds. is, L
an ion-complex or crypto-ionic character, while that with (NGO, ESELH
"he satd. hydrocaghons is of the {aducal-rcnc(wn Lype. LG o NI AR
afoniomer NO is the effective nitruting agent for paraflins, SN ST
while nitrating or nitrosating mixts. are required for the At S - AfNU, 1 HiSO.  The nitration
most efficlent nitration of aromatics.  1f the same nitrat- . .(/ “OH

i ont is useed for both a satd. il an aromatic hydro-
:::l::n. it is shown that the interaction of the nitrating
of aromatics by otides of N and HNO;, in a strongly polas
mestiuin at low op ondinary temps. can occur through
interuction with the nitrosyl cation, (O==N)*, or the
nitrosyl nitrate form of Ny U N~ ONUy o= (U= N) -
3 . {NOy) ", by a procedure apalogous to the nitration of satd.
)_;u\b ani L/Lu“-: hydrovasbons.  The nitration of aromatics through
N = pnml imary m‘ljmf'tl‘k{gxauim wfz}:{h.\'m, such as ;&e
= . : o ormation NOy, 3ym ANy, F puri gcud,
Pl - ewd wan K- “, < v ':‘LU-)}'U-L:IU takes place at clevated ytrmyv. in a2 sealed ’(,u!w. Ihe
tion of PRNO; or symCHLENO 8

-~

mechanisin of the forma
from Cadle ans) mononier NO; is: ]
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Faul W, How
Note cn thelr paper: ““The reaction of chiprel. mith (

phenyl _thloqmto. Theodor  Wagner-Jaurcgg, Her- )
mann Vunderbank, and Herbert Witzel,  Chems. Ser 82
HO(149); f. C.A. 43, 4657/, ~The constitution of the
reaction product of CCLCHO and PhSCN is corrected to -
(!’hh:CO.:}ll),CllCCl.. corresponding to that of fipPh..
CONILCHCULL, obtiined from 1 and PUCN. ’

F.K. D
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y 4l nitration of eaturated hydrocarboas and their 252 7A<r1 81 ik :

derivatives. 1. Mechaniem of formation of gem- T e e e '

dinitro derivatives. A. 1. Titov (Voroshiley Mflitary

Acad., Mo.‘nm).. J. Gen. Chem!” (U.S.S.R.) 18, 485 -

72(1948)(in Russian); of. C.d. 41, 65265.—Radiculs
N which originally atise jn the interaction of a nitrating (NODy, 0.1 ¢ 100 i
£ u:rnl with paraftine o ulkyl sidechalnn of sromatle e 00,87, ) .;“"'" L T 2. Pivee
% h mm'rhum, react prelerentatly with NO and mona: NalCo, ;;n{- alwn (. ) X ”'l.,' M g of () wh;lo ‘0
5 meeie NOy, giving rise to the peioary reaction products: 08°,  The rnidu.ul i B oAbttt mrcreso) w
«!i] nitroso comixis., alkyl niteites, and nitro derivs. The its detive,  The beat ppe. Al cases way benryl ale, aug Tee
2i{: fioal tmnsformation products of primary and sccondary n- ml. McPh, 10 ¢ \','r"‘"l"l-'n! PhCHING, ), was Tem LY )
!1 nitrosoaikylbenzenes under conditions of nitration are with NO untid | g, win ad B0 x dry Cuso, were natd
g Ynullnilm derivs. I the absence of NO 1o gew with o siklus. of ','"“‘“ ahsocbel and frg stamd ot 23 -“', -00

b dindtre compda, ure foomal,  NyO (25 ml) and 30 g, days. Alter woashing | NOer Ty idays, tutal thne 14 HETY )

o0V | ey CuSO, weee sulxed with varjous amts, of PhMe uind RCOy, thire win ,,.,‘. Tm' .','." by (“(" T H
11 allowsd (o stand 30 duys at 20°; the isolation as de- which Was filtcrm] aod o 20 8 K @it of FhCHNG,), j|=00

Y X scribed before (C..4. 38, 435P) guve the lollowing resulta: it sofn. wigs Inwl:wl.:l’dl el the protucy Femaining : i

1000 mi. MePh guve S5 5. PRCH{NOY and 3 g, Ph which ot treatraent o AP Solated s the By deriy © iooe
1 CHNOy; 250 ). Mel'h gave 7.0 and 3.0 g, teap.; ) breseiee of A "“v"'.' "‘"'lvu’-‘- KOOIt o NSy i J.' Jjcee@
i mi. MePh guve 2.0 und L1 ., resp,  Punalicl eapts. in’ o of the muw. " :w cokinal Fhih NG,y acuitie: . z ‘oo
£ !h.ich guscous NiOq wus paswl into the mixts. at 40°, save g, llx();l ';‘;".;‘ alter sepu. of (he Br ulrr‘i:. s
ij§ 70°, and 95°, gave, at 40°, 18.4 g. di-NO, deriv., 7.2 5. Wl 0, NaOH 4 hes, iy OUITNE the soln. with 1o :|70@
{ Q,»&:;::‘_Q cle:;lvl. in 40 hrs.; at 70° (10 hrs.), 6.8 g. di- u"“m PhCH,NO, <€~:'fx'l.}“'""‘,'," 2 8. EGLNH yielded Jre®
i NOy deriv. und 15.9 g. mono-N . - hromination); as the di-Br derg -
i Qi-NO, deriv. and 134 '.Omt.‘)‘.o«.l:'rg‘..d at 5%, 1.4 g. PhCH '\'g:;).u l'h'(;r'c Wvas_obtained 4 lul.a; c:;;v'u;“'-'f' ool
! ‘l'hg.ll..\(\, Is nnreactive to NOy on hm,;c,,t;v'i"(‘l‘c}‘;i": vil. If the t:m:." in ;_.‘ ","’ the abovedescribed residul
l}e' PACH (Nog e me conditions gives much B2OM and ug 1" 1633 than 24 hies. b the vied o 1, Cers b complete
= . 1. araliel expts, | H . 1N the earlie: " b Jower, i
et 2l Mc,l")h were treated (o) n;n(;::cﬁu:i.-‘lnx; h:?.'. sod Y ;}"\'}‘): l’ﬂ'l::.r;b;; l,sl reaction is Rij ;l_lr‘l\l'(‘l;:u-r:l
’:(} per, (0) preliminarily satd, with X6 o rlicr teactions: | K. R VICS cant undergo the follon
H ously treated with O with etiodic s and () continu- ) v A - RNO; Cok N O
I S 3 ) ic shakin . + NUy, — RONO i A NO, — RNO,;
E :;:l:m\‘mx ealts: (ad turned groen from N,‘('). ‘?:; '::""-— -~ the cmuplered "‘,n-“:”‘:h": It are the Brunary prodcts |"'
;QZgNm”:;;r Slor froau the start, and (o) retained the hrows .. LOussible for foematon :ll' 'le Bltross desivy. 4y
1 NOu; after 6 days at_toom temp, th " probably by convers; i Aem-dwitro compde '
p. thete were the . TSI06 10 oXimes apd i ppde.,
latter with N0, whicl d rapid reaction of
very, dil Proceeds very rapidly even

Z_Yobtalned from: (a) 3.7 g, P
L3 ¥ 370 o, W g Pl T

% AY 0 “l\ I Y . a g
l: . P : 0o coelrun VIR 30w as 07, of lower. The, ;508
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the monaniteo gl is ik an intenmediate In the lonna-
ixes of the pem derive.  This is further confirmed by the
nonlasmation of the gem<linitre deriv. in the expt. in
vihich NO was excladed.  The miteomo dertvs |, apules niitra

tion costdithetis, nte capable of giving o vasiety of prostucts
‘1"‘ dinitro, gemetniniton, ta alonitroies, nittolic ackts,
nitrile ovkden, pitrimines, mtriles, alidehydes, helones, N
atiylampies, Lictame) formed through the maime inter-
meddiate, wnt monouiton derive disectly by the action of
Nt)y. ML Geasral theory of the foemation of moaonitro
dzmm The nitration of toluens te pheayinitro

m e. Ihud. 470 Nitn Ruedan). The fosmation of
mononitro derive. on o parathn chain proceeds thioagh
HH + NOy—= R+ HNOy, R4 NUOg— RNO,. The
vanversion o pacwnlo acide into mits of ach loems is we-
axlerated by the addn. of amine to the mist, in the course
of isolation of the prinary and snumhur mono- N,
detive. The espte. were conducted by the technlgur
descritred catlicr (soe precvding abwtr.), the isolation of
PRCH NGO, being facilitatead by the adidn. of o few y.
KiyNH, which rapidly forme the salt of the aci form,
which oa entering the alk. uyer revested to the Na salt
4m) the asuine was regeneruted;  this made it ihle to
complete the extn. even with large vols. of PhMe in 1 by,
instend of 20U hrs. The distn. of PhCHINOy wus
shown 1o dependd on unkoown fuctors for success, as oc-
casiotal batches decomgel,  The pure substance was best
isdated ue follows:  the alk. ext. was evapd. on a steam
bath and the resulting Na salt of the acl forin was washed
with 2007, NaCl; this, with working up the smother liquor,
v RS recovery;  prire PACHLNG, Is yriluw, by 104
7, 81 15341, After exin, of the PRCEHNU; the residual
win. was freed of excess MePh s vacwe;  the resldual
inatter is seferred to as residue in the following expts.
Nitration with NO); was shown to glve higher yields of

APPROVED FOR RELEASE: 07/16/2001
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babbling
O into a mist. of 175 ml. Me¥b and 21 g dry Cu¥),
on a steam buth with addn. of 43 g KO, ver 4 bes, 2l

PRCHyNO; with higher temp., max st 1007,

swhwguent heating 3 min  gave M1 g FACHNO,
(3 2 g without O huhbling), 38 g PUCHINOy), (27
g- without ), 10.0 g BeOI (4.3 g without O), B3R ¢
realdue (20.2 g, witheut 0). Use of 178 ml MePh oat
f0* {other conditions as above) with O hubbling guvr
in 2 hea. 18.3 g. PRCHNO,, 1.8 g, PRCHINO),, 28 x

Ball, 7.0 g. BaOM, amd 4.4 g. residue; 1700 b, MeP'h
ave 1.7, 4.7, 2.4, 3.0, and 3238 ¢, resp. To N g,
Tl NOy Gl LMY, 4 g M TS0 0 O g trioxymethylene,
et Phde oo n steam bath was added over 38 hes
5 mi. 1INO; (d. 1.8) with O belug bubhied inta the
mixt. The PRCH,NOy was extel. woth 2000 ml. 27 NaO}t
with wddn, of 8-10 il LoNH, and FRCHINIY)) was
rated, along with a0 by meuns of 2000 00 Nallto,
The fullowing resulta were obtinined un variation of the
conditions used:  (2) X0l Mel'h, without (), gase
44.6%, PhCH NGy, 2.8 PhCHIINIY),, oYL RO,
and 1R.95, residue: (4) 50 mnl. MePh, without 03, 5.1,
3.5, 23.8, and 22.9%;, resp.; (¢} 1750 ml. MePh, aithout
0, 54.6, 1.8, 101, and 31.5%, reap.; (d) B 1al. MePh,
81 0O used, 48,7, 2.8, 37.8, and 21%, resp.; (¢) 1750 ml
MePh, 81 ) used, 852, 3.7, 11.0, and 29.2%, rep
Conversion to the mototltro compul. s seen to he rather
cotist. and is lowered with smaller amts. of MePh, proh-
ahly because of more intense decompn. of the nitre
compuds. in the scid layer. | side-chain nitration
by JINO, |s conditloned by initial presence of N oxides,
support of conenn. of NOy throughout the course of re-
sction, repeesslon of nuclear nitrution, and maintenane:
of condithkms previously cluborated lor nitration by N
utldes. th. M. Komlapolt
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nwﬁung - Nitration

"Theary of Fitrating Saturated Hydrocarbcna and
Thelr Derivatives. III. General Theory of the

Formation of Moncnitro Derivatives. Nitrating
Toluane With 2 Phanvl =Nitromathans Oatale=s N ‘A, I.

-an T e iRy Ty e Ve e Y westema! WA W Wy

Titov, Lab Org Chem, Mil Acad imeni K. E. Voroshilow,
Moscovw, 6 pp

1 e
R oriil

EER - HEEY

LT

"Zhur Obshch Khim"™ Vol XIVITI (LXXX), No 3

Dus to fact that mechaniem of resction waa repre-
santed incorrestly authur was unable to give a good
deacription of nitrating of paraffin chains to ob-
tain mononitro compounds. Tests conducted to deter-
N 6o
UBSR/Chemistry - Toluene (Contd) Mar 1948

CIA-RDP86-00513R001755820016-6

mine true course of nitrating process. Submite a

rapld method for changing pseudoacids into meiform
: Balte with aid of ammonium additions, and streases
value for production of primary and secondary meno-
nitro campounds. Submitted 8 Peb 1945.
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: " Theery of nitration of satursted hydrocarbons and thelr
- dertvatives. IV. Mechanism of oxidation of the parafis - PhCHOH (

, chain bg nitrogen oxides and nitric acid. A, L. Titov. derivs.;
Zhur, (03

cl. C..A. 42, 7281¢.—The main primary oxidation product
i the action of HINO, or N axides on a puratiin chain is , cresols, 1.2
the corresponding alkyl nitrite, which forms by the reac.
tion RH 4 NOy — R- + NOy— RONO. The formation

won BLt -iur{

24 liquid-phase nitration, cquil. is establishied between the
ale., ether, and the N esters and the formation of further
 products depends on transformations of ales.
. primarily; the nitroso comipds. participate to a slight. &;
{ - extent, and nitro derivs. only to an insignificant extent. CHyNO;, 99
The action of NO, in the activation of the oxidation of BzOH, 103

<C

s

. geaction, on th oae hand, and of chain terminator, on the HNOy(d. 1.
,v other band. The expts. on the nitration of PhMe, which
are the basis for this work, are reported in Past 11
Working up of the reuction mixts. with isolation of the
products by reaction with Et;NH, which reacts readily
_with PhCH/ONO to give Et;NNO and with PhCH/ONO,
:, to give EtyNCH,Ph, the following results were obtained: and sepd.;
nitratioss in which the NOy reaction predominated (NOy ,
nitration at 90-100°%, using O) gave 34U, residaal oil, the pirate.
which gave: 62.57% PhCHNO;, 2.7% dinitro deriv. 3 hrs. with
lyl;%% B2011. LR, PRCHLONO,, 0.45 PhONO, 7.1% distn. gave

ASM-3L A ALTALLLEGH AL LITERATURE CLASURICATION

L.

Siviviien

APPROVED FOR RELEASE: 07/16/2001

caused by increased HNOy concn. through the biwling of
NO by O and shifting of the NO-10 equil. to the night.

of alcs. and their derivs. thus can also arise from the radical In expts. with a high order of diln. ¢

interaction with NiOi NiOy, HNO,, and with 0. In satn. by NO, ¢ | y '
-gesulted (up to 55); the residual oil (35%¢) cousisted

- mainty of PhCH,OH and its coters, with traces of nitroary!
and pitrites degivs.  Use of & small cxcess of PhMe (50 ml. PhMe, 40
g. NOy, 15 g. CuSO,, tet stand 3 days) gave 7.205 Ph-
"é’diniuo deriv., 6.255 trinitro deriv., 15.5%

paraffing by O is that of radical initiator, starting the chain  toluencs, with

_gave comparable results. The isolation of tke products
was conducted as follows: after stirring the reaction
mixt. with KHCO, to ext. BzOI, PRCHNOy and nitro-
cresols, the residual oil was concd. is rucuo at MY, treated
with excess ELNH and 5076 KOH, warmwd to 1007, ddd.,

NaCl, followed by alknli and either distn. or isolation as

CIA-RDP86-00513R001755820016-6

i _ RSFICZEESTE]

by onr e

Tl 24 Hait, 1 cack of 32 and 4 witsaaduroes
loss 1075, Use of N, at room temnp. with diig. by Palie
to 1-3% and using O to reniove residual NOy gave mamnly

in 1 expt. up to 3075 was psolated) and its

a summary of these reactions is: 11.2% Ph-
Ackel Khim, (§. Gen. Chem.) 18, B34-43(1648); ~ CHyNOy, 1326, PhCILOH and its esters, 14.29 Bell,

4.4% 12011, 13.6% 2. and L-nitrotolucnes, 2.255 uitro-
25 residue;  the high yicld of ILFOUEOILALICS iy

. ither without O or with
the reaction was slow and mainly PhRCH:NO:

PRCHOH and its esters, and 36%% nitso-
15.6% other u;:roducu. Nitration by
or without the use of O,

{0
5; cf. Part 111), wi

Ti%n AYVavigua rwwmd

EtyNCH,Ph was extd. with 1'% HCL-10",

The residue alter amine removal was shaken
NaHSOy to scp. Bail, and the veg. layer on
PECHOH. FPor separate kentitication of

CIA-RDP86-00513R001755820016-6"



PhCH,0} YO, the residue, afer amine re1moval, wag ry idly
washed wigh coned, HCl i ¢he cold; the OXORium derfy, of
the ale, on standing gave PRCHLCY the acid exg, treates
with atkalf Kave the l:'t..\'.\'(), isolated by distn. Ph
INO decomp, on Standing und in 39 days

%) and BaOH; "o ®arming my
Un the other hand PhCH,ONO, is

V. Nitration

SREIKY of activation in

. "’I‘barucdon with

the Jxoduc(s in.

and its derivy,,

CCY satd. with

3 g Ca(NO.), and
water,

22.4¢7,

h g8 4
PMC(‘\’(),),, m. 70-80° OH),
fcrate, m, 100-1* {from 809 EtOH;
rom £.) f:y warm

“ml 4ney H the prod,
mi); the amine, m. G-y (from AeO} )

P CO ang PhCH,. PhyCH, (16.8 z.)
ith 10 £. ed | 7
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TIT0V, A. I.

Titov, A. I., Laptev, N. G., mOxic
a———-;ﬂ_——’rylh mxy-lamines."' (o. !Ibl) xide nitration of aromatic nitrogen compounds and

SO .
Journal of General Chemistry, (Zhurnal Obshchei Khimii), 1948, Volume 18, No. 4
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A, I, Titov, The theory of nitration of saturated hydrocarbons and their derivatives,
V. Nitration of diphenylmethans with nitrogen dioxide. P, 1312,

The main product of nitration depending on the conditions of the reaction is
diphenylnitromethane or diphenyldinitromethane.

Lab, of Organic Chemistry of the
Voroshilov Military Academy

Moscow

May 17, 1946.

S0: Journal of General Chemistry (USSR) 18, (80) No. 7 (19.8).
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USSR,/ Chemistry - Angelic Acid Aug 48
Chemistiy « Tiglis Acid

"Strustures of Angells Acid and Tiglic Acid,"
A, I, Titor, Lab of Org Chem, Mil Acad imeni
K. Yo, Voroshilor, Moascow, 2 3/4% pp

"Zhur Obahzh Ekimii"™ Vol XVIIT (ILXXX), No 8

Exanminss relative ezergetic stability of cis-
and tramg- forms. Shows thad principle of
iability of cis- forms is of limited appli-~
c¢ation. The riles of effect of steric factors
on sstablishment of resocxance may be used to
determins ccnfigurstion of oC and A

= :  19/ugmeg

. USSB/hemtstry - Angelic Acid (Contd) Aug 4B

msaturated acids fram their dlssociation cone-
stants., Abore comclusioms and application of

rimeiples of ¢crresspondence of properties and
soxfiguretions of ethylene and aromatic com- _
Pouzds lead tc acceptance of configwation (I)
for angelic 25ild and canfiguration AHHV for
tigllc acid:

M,.l.o .?Qmw
{x) "
Qmw - @ - 0008

Bubmitted T Apr 47.
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TI’IOV? A, I,

27630. N I Trevanis, 2, 7 - Dimetilcktanu dvuokis'yv azcta. Zhurnal obshchey khizmii,
1('}49’ V{'O (_‘:’ S- ]/,61 - 630 B‘nt)i.rq:l‘: 3. ]/‘63-

S50: Knizhaya Letopis, Vol. 1, 1955
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27629. TITV, A, I. Nitrovanie azotno
] . I. y kislotoy n. - geptaha 12, 7 - dimetiloktana.
Zhurnal obshchey khimii, 1949, vyp. 8, s. 1464 - 66. — bibliogr: s. 1466.

- 80t Knizhaya Letoris, Vol. 1, 1955
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27631, TIMV, A, I. MNitrovanie n. - pentzne dvuckis'yu azota v gazovoy faze. zhurnal
obshchey khimii 1949, vyp. 8, s. 1472 - 74. bibliogr: s. 1474

$): Knizhaya Letopis, Vol. 1, 1955
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38337 TITOV, A. I. &FD BARXOV, B. A.

Anatomicheskiye obosnovaniya poyasnichnykh boley rosle kolopeksii po svposo-
by kyummelya. Sbornik trudov (Arkhang. eos. med. in-t), vvp. 9, 1949,
s. 46-50, - Biblioor: 12 nazv.
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USSR/Chemi stry -~ Nitration m.m.a ko
Chemietry - Hydrocarbons

"Theory of Litrating Saturated Hydrocarbons and
Their Derivetivea," A. I. Titov, 9 pp

"Zhur Obshch Khim" Vol XIX, No 2
Studles mechanism of activating action of methyl
groups on reaction of side chains of Polymethyl-
benzenses with a nitrogen peroxide moncmer. In-
vostligates reaction of nitrogen peroxide with m-
Xxylene under conditions favorable for formation
of . m-tolylnitromethane and Béowﬂﬁuﬁwoﬂmmgm
Gives easy method to obtain m-tolylni tromethane .

d%b»wﬂwﬂoﬂow E..Hﬁbnma:woobooun,,
. rateoft
asid. ‘Submitted 7 Apr 47. T nierte
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Mechanism of the nitration of aromatic compounds by
pitric acid. 11. Relative electron potentials in aromatic
com ds. Mechanism of the nitration of nitrophenols.
A. L, Tituv. Zhur. Obshchel Khim. 19, 517-20(1049};
T-Gen. Chim. U.S.5.K. 19, 407-76(1040) (Engl. transla-
tion) ; of. C./1. 43, 50124.- -Nitration by HNO, via juter.
reddiate reaction with NOy is possible ouly for aromatic
¢ompeds. with a high relative clectron potential (~0.1 v.).

As the introduction of 2 NO; group lowers this potential,
no reaction is obtained from 1-CH;NO, or p-O;NCH,-
OEt and HNO, (d. 1.2-1.4) contg. N oxides. The ap-
parent contradiction that o-, m-, und p-OyNCHOH and
32,4-{0:N),CiH,OH are casily nitruted by HNO, under
similar conditions if NOy is present is explained by an

initia] reaction step occurring between NOyand the nucleo- .

philic unjon (OyNCeH0)~ which has 8 higher relative
~chkctron potential than OO NCHOH., Expts. showed that
{a) nitrophenolates of alkali metals react rapidly with
NO; to give di- and trinitro derivs., while {ree nitrophenols
react sluggishly or not at ail; (b) in MeNOy, an ionizing
solvent, nitration of o-OWNCJHOH by NO; proceeds
'rapidly. bat in CCly, u nounionizing solvent, the reaction
s only M. Formation of pleric achl from 2,4
zU.N).L‘.H.Ull tn Me NGy is vearly quant., while in CCL
the yield is below 105¢.  On the busis of ekectronic struc.
~tures, u parailel is drawn between nitration and the con-
version of hydroquinones to quinones, both being con-

/0

sidered ozidation processes.  p-O,NC4HOlitor 1-CoHiNO,
(1 g.) treated with 5 ml. HNO, (d. 1.37) did not rract
when cither NyH 1,80, (0,05 g., to remove taces of N
oxitdes) or trivxymethylene (0.03 g., to insuse the presence
of NOy) was addedd. p-ONCGHOH (1 g.) with 8 ml
HNOy (4. 1.38) und 0.06 g. trioxymcethylene gave 0.7 g.
24-(ON),CHOML;  addn. of 0.3 g Nal HSO, 1o
—another sample gave no reaction. Similar results were
obtained from the m- and o-isomers. To 3 samples of | g.
2,4-(OyN)CoHhOH and 40 mi. HNO, (d. 1.2) was widded
0.05 g. trioxymethylenc, .5 g. (HaN);CO.HNG;, and
d2g. NHiNOG; in the st caie was obtained 0.88 g. picric
acid, in the 2nd case 0.92 g. starting m-terial, and in the
3rd case, due to incomplete remaval of N oxides, some
nitration occurred. A mixt. (0.43 g.} of dinitrophenols,
_inainly 2,4-(04N),CH,OH, was obtained from 0.5 g.
anhyd. 0-ONCHONa in 20 il dry CCL and | ml
liquid NOy.  Similarly, 0.31 g. picric acid was formed from
1.5 g. 2,4-(G; N1 CellONa in 1 ml. dry MeNOyand 1 mt.
NO:; no reaction occursed with the free phenols.
' Kitty Las
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I ledes and mesitylene. A, I Titov. Zhur. Obshchel

£ ! ;’hiru. (J. Gen. Chem.) 19, 25?350(!940); cf. C.A. 43 MeClH.CHO 4.1, m-McCe, 2O H 24.8, and residual oif
oo 42!7:1.——"'!‘11: activation by .'\Ie groups of lidc-chair; reac. ! (),{:P." iy e Gt i "
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Theory of nitration of saturated hydrocarboas and thels

LA LI IR 4
! derivatives. V1. Nitration In the side chain of o. aad w-

. - - L A 4 T may be stmm-.digl.l..withmt decompn._ upon
‘KX tion with NGy inosomer was examd. The reaction with addn, of OC(NH)y and it iv distillable almost without
e f m-xylene yields m-MeColl,CHING), (1) and m-MeC,H,- decompn., b 112-14°, wy 1 500, Addn. over 2 hrs,

+ CHyNOy (I1), while m-xylyl nitrate, m-MeCH.CHO, m-  _of 50 m1. HNO, (d. 1.5) to 160 mi. m-xylene and 10 ml.
toluic acid, and m-MeCHC(NO), (IID were isalated HNO, (d. 1.4) in the presence of | 8- trioxymethylene on
" amoog the products.  o-Xylene und_ mesitylene react at 4 steam bath and stirring 0.5 hr. gave: 15.8, 11 20.1, w. “o0
room temp. and yield gem-dinitro derivs., a5 well as acids MeCudl,CHO 1.2, m-MeCu1,COM 12,8, and residual ojl
and aldchydes. m-Xylece (600 ml.), 20 g. CuSO,, and 10 A 8.7 g. M-.\'y!yHidkyhmiu, prepd. from m-xylyl bro.
ml. NO, on standing 25 days with sdda. of 10 mi, NOy mide, by 220°, d1* 0.8966, s 1502, picrate, m. 128
every 8 days and treatment according to the previously (from E1OH). Treatment of the K deriv. of I with dil.
ven scheme (T., C.A. 42, m’f) gave 258 ¢. K ialt of HCI gave the free 1, prisms, m. 54.5° {fromn EtOH or
after stirring the hydrocarbon layer with 302, kHCCa/ petr. ether); it is a monobusic acid and the K deriv. is
and 50% KiCOy; the bicarbonate solo. with Br gave 8.4 ~readily obtained by treatment with carbonates or bicar-
8. m-lolplbromodinitromethans, which with ale. KOH gayg bomates; on heating 2 hrs. with 007 H,SO, to 100 if
7.1 g. derse. of w-gem-dinilroxylene. Acidification of yields m-toluic acid; adda. of Br to the alk. soln. of 1
the mother liquor yielded 11.8 g, 3-MeCH. COH, m. immediately yields the oily By deriv. which gives the K
108-10°. Treatnent of the residual solns, with 209 - § deriv. with alc, KOH.  Allowing 100 ml. o-xylene, 10 g.
KOH and Et;NH gave after 24 hrs. standing 1.6 g, & CuSO,, and 5 ml. NO; to stand 25 days at 15-20° with
uitroxylenol while bromination of the soln. fave 0.1 ¢ wddns. of 5 ml. NO, every 7 days gave, after ag. washing
u-Meg.H.CHl( NOn) Br.O‘Seém. of .;he t;tmﬁiiug% pr!odagc:e and treatment :]-}lh 107 xu‘co,. the X sult of o-folyldi-
.fave the total compn. of the products: .3, A asromethone ow needles from the concd. bicarbonate
116.2, moxyiyl nitrote 4.0, mtncusts: 1 4.1, 3-MeCy 'Y
HCOH 20.4, residuals 30.7%. Passage of 36 £. NOy,
and 0.5 1. O, into 200 mi. m-xylene and 20 g. CuSO, in 3

b gave: 11 0.7, 16.9, 11 5.7, m-xylyl nitrate 1.6, m. @#(/b)

®
[ ]
-
Commtm RLUWENTS

YIOM \a1gvigva LI LN

orgm
SATERIALS DX

ASB.SLA  BETALLURGICAL LITERATURE CLASSIFICATION L e :
RIomt $Iviadivm o~ T T e e gy TI0M §Qu Ay e i ’
190008 4 SNICHD Mir Onv Qg 820421042 83540 O oWy 4 T

%iv 0o u

LA A4S 5 AR ]
““.mn'uﬂlll'ﬂbll1lﬂ

APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6'



"APPROVED FOR RELEASE: 0?/16(?901 |

: 59806000 ee e
‘.OOQOQQQOoOQQQOoo...

est,; addn. of dd._M(.'.l Eive 3 totad of Y.5 ¢, wpt'dinitre

a-sylene, tnmy, m. 42° (foym petr, ether); treat- oo

ment of the residual soins, with 105 KOH and’ B, N}, o0

followed by bmminaxion, five 2.6 g, of presumably o. PP

tol. Ini!.rodibromomethaue us an oily liquid; heating the

ruiydue with Et,NH 3 ks, to 100° gave 1.1'g. of presuin. [ %

ably o-xylyldiethylamine ; distn. of the resujug) oil gave P
© s amall ame, of ¢-toluakdedyde, Wdentitied ax the semicqrag.

some, m. 316-17°. Mesitylene rescts vigurogssly  wath o9

NO, even at room temp.  After allowing 150 m| mesity] Y

ene and 10 ml, NO, to stand overnight there were oy, .

i tained: 0.6 g, 3.5-Mea G, CHO (identified as the semi- (X ]
carbazone), 1.1 g, 3.8 Mey CIt, CHN Oy, (inolater) an the P
K dariv.; fm substance, freisims, m, 681-2°), 1.0 K. cate
baxylic aclds, and 1.8 €. ar-nitromesitylene, Reuction [ 1)
of HNOy with mesitylene in AcOH leads to nitrutjon und oe
oxidation of the side chains only in the presence of NO,.

G. M. Kosolapoff
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Nitsation of 2,7 dimethyloctane by nitrogen diozide.
Al L. Tituv, Zkur, f);'u/u‘vd Nhom_ 1], Gen. Chems. s 10,
HIOL-O0I40) 5 of. C.A, 41, 852068, Nitvatson of 2.0 dy.

" methylotane (1) by Ntyin Hauid plase proceeds awennding
t the provedure outlined for wlhvlied bewsenes  he
sadical formation in the initjal sep s miuch mote tapad
than in the vapos-phase nitration ant the over-all opery .
tion is, hence, more rapid.  Addn, of X0 ¢ iso-NinBr 1o
Mewaee in B0 gave 700, Lbo 1w Thi (RN AT
g by CuStl were treatesd an g water bt over | hitn.
with 28 g0 Nty dibd. with th il Lowath sunultan on,
prsige of 31O (Lo app., . 1 42, T2 Al
washing with HyO, the mixt. was eatd. with KHCO, apig
K:COn which extd. 1 g, org. aculss Exti. with o0 g0,
1975 NaOH and pacage of COyinto the ext, gave 14 K-
nitra derivs., while aciditication by AcOH gave 3.0 4,

T viscous oil, with an addnl. 1 g obbiined on acidification
with HCL - Steam dist, of the crunde product gave 10,7 ¢.
substantially I-mutro-2,7 <timethyloctane, by 124-9°, ay?
1.4431. The residual liquid after alk. extus. gave some
unreacted I (removerd by distn.i, and the residual 19 g. ol
with 404y NaHSO, guve 0.8 g. aldchyde, probably 2.7.
dimethxloctanal. The residoal org. nratter upott «istn.
Bave .tseries of fractions, by 0-12 . from which 7.6 g2
nitro-2,7 dimethyloctane, by 127 0 m4? 14371, was isolated.
The low-Loiling fractions were profubly RO and ity
taters. Nitration as above at Lv-40° with 41 m, Iam
Wml Ny, gave 0.8, carboxylic aviils, 5.7 g, prinviry amd
secombary nitro deriva,, amd §2.2 K- ceude fertary niten

¢ desse., which on frastionation gave . sl amt. of 2,7.
,lmum-_",:’—dinulhylwl.mc a8 i dista, jesulue (b above
') an, 101, G M. Kosolapoff
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TiTov, R-L.

,
P

Nitation of beptane and 2,7 dimethyloctane with
— qitric acid. . 1. Ditev. Shur. M el Rhamr .
Cen. Chem.) 19, 1461-0(1HM, of C..1.42,7201¢. - Paral-
finys ure not aitested by 1INOs i sbsenee of Nth. 2,7-
1imethylodane (g, sllowed tostand 2 days at 12-15°
with 5wl HNO {d. 1.A2), gave only u trace of curboxylic
aciths anid no NOy derivs. if 2. ured mitgate was present to
suppress NOs formation.  Addn. of & ml. Ntk to such o
reaction mixt. gave 1.6 . primary Nitgderivo, NN terary
_ Nt)gdeniv., and 1.0, carboxylic acids. Ny {5ml) with-
aut HINO, gave 2.5 g. primary N0, deriv., 13 & terti-
ary NOpdenv., and (0.3 L. cartineylic acids; the primary
deriv. was extd. aith the aid of KNI, an aklchyde wis
detectesd by NallS0s et leating 8wl beplane with ¢}
7 mlb 1INOs Gl 1.2) with 1 &- Ny ina wealed tube 3 hes. on
ivs. wlieh yieliol

1 steam buth gave 2.5 g, crude a0 deriy
1 .47 g serondary NOydenw., bha fo0 57, he -7, conty.
oty a trie of primery amtlog; wome 1.6 2. undistiflable
_tesutue was abtainel as well av 0.8 g cmude carbovylhic

acids.  Repetition with subatituti
{or N{} gave only teaces of Tracties.
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! Phase,” A. L. T ’
e e, Yo VOro’shilov, 3 PP

imeni K. Ye.

"zhur Cbshch Knim" Vol XIX,

‘ tion 1s

oy p:;iu;ti:fj;i ’;.Ziorda.nce with Titov's theory
C

Konovalov's principle.

tane,

26 Apr 48.
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Osidstsve oitration of 1- and 2 - naphthyimescusy
nitrates. Mechanism of nitration of naphthalene by aitric
acid. A. 1. Titey and N. G Laptev. Doklady Thad
Nuuk NINK. 66, 1101 aaeun; o, ol 43, 608w )
1 atied 2 Cat RN, wnder the action of coned HNO
thie prosence of N nwulesare transfotmed into 24 dimtre-1-
u.u\‘ vy yichisg nitration of Calle by

Mhol in ovee o
Ny, which proceeds via Intenmediate teacthion with NG,

docs not g9 throtigh a nitroso deriv.  Bguimelar amts. ol
1.Cul 1 HgCl and AN, in wanmn Me, CO-ELOH give the
.-urqummling nitrate, m. LB7-8° This 12 g.) ahled at
) A0° i S hr. to 13l TINOy td. 134 with 0.2 gt
ovvmethylene, kept VP he at 4 S, and conled, gave 0.8
£. crwde '.'.{-\U,.\').L'..lhl)ll (e, . 34 6%, swilated
by extn, with 57 NaOi and acuditication; the reudual
\nhl. gave un stean disto. 0.8 (. £.) 1-OeNCully, m
a8, 2CulhilgNOy, ut A, similarly gave S
'.'.l--Imum-l-n.xphlhol and no 3NCelly The following
reaction mechanism is proposed (R = Crelly nuwlensd-
{-RHgNOy + INO) —~ 1-RNO + (1)~ 1-RHNO +
(11,0) — l.i-R(llNOH)(OH) + (NOy) =~ 1,4-R(NOI-
OH + (NGy) = 1,4-R(NO)OH  + (NO;) =~ 124
RiNO)OH; with the 2-HgN Oy isomer the process is similar
aml a 1L2ANHOIDOH intermeliate foams. The reailts
indicate that nitration of Ciells cvvntis hiv aneans of Nty
oneoner, as 1L ke plave 1eahily at sont” gn HENUY, of L
1.2 at fow NU; conct. wh, €. 42, &g f the acine
form wese dimesic NG the dinitronaphthol hould have

been detected ;s this iy uot the case, except ih minute ants.
G M. KosolapefT ¢
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Gmmm\ogmdwd. - Oxidants, Fuels, Pro- 21 Dec 51

pellants -
"Mechanism of the Nitration of Paraffins and
Cycloparartins With Nitrogen Pentoxide,™ A. I.
Titov, I. V. Shechitov

"Dok Ak Nauk SSSR" Vol LINZI, %o 5 , oy 1083-1088

FaUc reacts with the um&wwwwu chain in an ipert
soltent at temps below O  to form alkylnitrates,
nitroalkanes, and carboxylic acids. According
to the authors’ theory, the paraffin loses a.
hydrogen atom to form a free alkyl group upon the

215T16

07/16/2001

wn,nwoupowmmcu.«m.d.ﬁmmmmud.egm m.mond.awmzo
group arising from the equil gmmoouﬁmo%h zom*w
NO3, is more active than NOp. NOp has an inhibit-
ing influence on the rate of the reaction. Ni-

tration of n-octane at 0° yielded sec-octane and
n-octylnitrate.

—
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TITOV, A. I.

et e e e 1, S e

"Theory of the Nitration of Saturated Hydrocarbons and of Side Chairs of Aryl
Paraffins," Usp. Khim., 21, No.8, pp 881-913, 1952

Trabslation W-27185, 11 Aug 53

Military Medical Academy im. Voroshilov during 1947-1950
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Mechanienm of reaction of nit
Zhur, Obshchey Khim, 22, ;stgg;nugéoxide with aromatic hydrocarbons.
(CA 47 no,13:6360) . MLRA 5:8)
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TITOV, A,1.; BARYSHRIKOVA, AN,
Mechanism of nitration of aromatic compounds with nitric acié, III, Ni-
tration of benzens by dilute nitric acid. 2Zmur, Obshchey Ehlw., 22, 1335
8 's52, (MLRA 5:8)
(CA 47 no,1336361 '53)
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TITOV, A. I. and Rusanov, D. Ye,

"The Action of Oxides of Nitrogen and Nitric Acid on Mercury Paraffinic
Compounds, Utilization of the Reaction for the Investigation of the Nitration
of Paraffins," Dokl. AN SSSR, 82, No.l, pp 65-68, 1952

Translation W-23139, 20 Jun 52
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TITOV, A.I., SMIPNOV, V.V.
Chemistry, Organic ~ Synthesis
Effect of comglex formaticn, ionizaticn, and i{scmerization cf organic substances

cn their chemical activity during nitraticn. Synthesis of phenyltrinitrcmethane
and its properties. Rokl AN SSSR 83 No. 2 (1952)

Monthly List of Russian Accessicns, Library of Cangress, August, 19%2. Unclassifed,
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BOry q_f nitration of saturated h_gdmwrbons and their’
derivatives. 1. Processes of diffusion and tho role of
hermetically sealed re 2etry In pitratian with nitric acid In
the liquid phuse. A. ). Titoy and M. K. Matveeya,
Sbnrmk Statel CETREI R AR Wank 5560 i,
241-5(1953); of. C.A. 43, G3sd{d; 47, 27165.—In nitration
of paraffns with HNO, the closere of th.redetion vessls
(usually sealing of tubes) is an essential factor in nitration
since it asstires the preservation of N7 and NO in the
reaction zone,. In lun d phuse nitration there cecurs o lag-
of the diffusion proces cJ behind the acisal course of the
reaction; this causes a slowing down of the reaction propis
and manifests itself in altemt‘o.x of the guant. anus. of
prodnct: the relative yield of miono- and gem-dinitro
rise, while oxidation products decline, This lag
wsed with the wmore reactive hydrocarbons wnd with

elevition. of tenp., nlthongh it depends on the design of the

app. and the mcchinicsl conditions,  The liquid phose

L mtration jnsealed tnbes g oS o much better yieb _of totul

products if the tubes wie piaced herizéntally rather thin =

vertically; particukiely peeat i the inépease of the oxidation
—products. As the reaction tubes are dncreased in eross

weetjon, the sne offuet is oliceved and yicki factorsof 2or 3

are net uncoimon in reactivie with xylene and eyelohevans,

Nitvatunt with NOg pove sdoilar reatlts, : ‘{/“)
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‘_\ieéb‘nnisﬁi,n(fpgiggaﬁgr\,mxd nitratian of cyclohexan? by

altric acid and mitogen oxides. 1I. Foum Lan et Eyedd-
heyl nitrite and {iiormediate products In its tronsformation
jato adipic acid. A. I, Titov und LK Ciy
Shornik Statel Obshihier Tertimy akad. N ¥4
- 248-51; of. C.4.47, 97 155.—In nitration of evclohexan
\l\{j ~1INQ;or N oxides the initial step is the foration of eyclo-
fexyl radical and HNO;; tie radical rapidly with

e menomer yielding RHOj ind 10§0; ws the ratio of Allowing ClyONO to 2t
Oy wenomer VI MO, 2 3 the ratis 0 stappered flask gave (C!lg‘:.((l()‘[{);, CllnONO, CH L0

xanone, dicyclohesyl etaet, dieyclohexyl adipate,’

N0,/ N0y nereases, the foemation of RQNQ heroms o
partant! o - the chelolicxy] radical abse reacts with N0

u18-19°, m, 39°%, along with aily monocyclohetyl c:\l’t};

cyciohe

wrf

Jand severaldaysat %)-6° in loosafy”

vielding R WO (with NO? and RONO; (with NO Uy and monocyclohesyl  adipate. \When  cyclonexane was

procuct}.

ROIL is-readily @xidizes 0 the ketone aud (0 the acid

{edipte), asgau tee other hand ROH & ab esterifie T and

s yiells cyx:}nﬁéxw adipats, nitrate, and dieyck <yl ciher.
ANl thesakabstunces were identified in the © i
In a simitar: Gitration of pentane AmONG w

_ Generaily an inicrease of conen. of i70s incren
odidation products, 3s expected {rom
Cyclohexyl itrite s propd. by e 1.
HCL 2 70 8. CalfOi 09 mi. O, ane ANt 154
a % yield of prodact, B 517, ey 0.001, tnn 0852, Al
14570, was obtained,  Heating C.HuOt and (Tllshe
(CO;H); 1 hrs. to 130-407 gave rlicyclohcxyl adipate,

APPROVED FOR RELEASE: 07/16/2001

ONO hydrotyzes to RO and HINOy the himwd in sealed tubes (horizontal) with NO; 1 hr. at 1007,
Lidi ) the pr 3
adipate, G100, CHuOl, and
cenction with NG (d. 1) alsn gave CyHuONO and
(CH ), CO:H ) G. M. Kasolapol_J

oducts contained (CH;).(COJ!),, monocyclohex

CyHuMNOs. Sim'!l‘:;r?
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USsSn.

"Wew reaction for greparatian of organcarsenle compounds.
. Synthesis of desivatives ufmm;l_cnvcgi;%s_i?e. %E J.
ifog and E;‘; B, g,g_?p . Skarnik S:ated UStRcRT KAlMarES
’@72(19" Y, of. C.4. 42, 398 --Heating 10 g. As:Cr,
% KCth, 200 ml. AgO and 50 ml. AcOH 1.3 hry. at
115-38°, cooling, addn. of 150 ml. AcOH and 0wl K.0,

bailing 0.5 hr. aud filtering hat, gave a ppt. which wus
washied with 200 mi. AcOH, the filtrates cvapd. (r mcss,

the residue treated with 200 ml. H O and deled. geve mdk/y[n
enedisrting oxide, 12.3 g.. 849 (from AcOH), Ci(AsO)
(1), in 2 forms ouce of which is sl in Cible, the nther wmsal ]
beoth forms. 212-2° {decampn ¢+ teegbiy i
diner of the sther, beth are o
yellow arseno compd. (/fids. 112 g 1an .
HC: heated 0.5 hr. to 80-70° and cooicd guve 4.0 . 44
AnCl. m. 72-2.5° {from CCL). whick ks attackad hy Hd)
Treatmeat with dry NH: in CHCly gave CHytr Ny yellow,
‘decomp. 122-4°. [ with $R% HHr heated oot J0?
gave ou cooling CHyfnlir, m. 87537 tleom Uk drrat-

e

5
ment of § ¢ Dwith 80 sy 1) and PRl B Dl and
hesting to 70 gn Pondi e o i
tdecompn ¢ (feom 2% Byt | we pressane ol
phthalein this titrates s 3 tribase acad. The wnd s rs-
duced by NaHP(L o the yrlioa arwenn depiv it dbovr
The syntiesss 13 Deieval 0 proceed thmugh row toa o
unsatd  opposifely chrged atoms Ae of As(OMAry, aned
speeleonhibis C of the tmon ar caatedr ol And(). Moctiansm
of the reaction i drwasasd o detad Gre dast wrage of 4b
process being CHyfA{DAcxR{,. [l Suucture of high
molecular weight products of reaction. tJadarstand: 4 of
Cadot reaction. [&id. 1473-7; of Cadet de Gassx wrt
Aems. sasints Hranges 3, 3063(1760).~-Reactlon of  «0s

n evgon A0 7

st
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. 1

o proence of AcDlL o e Lans vizbls
v, Ao dderive, vt MGt b4t
TR E S IR TR Podr e s bt b Pt ot
the polvimer Lo G Lata. . i horn b of
Citry OV {n o KR 1 ot

i EPTCRTERVAY FUt VR T R AN
oy formaten af A { [ I O A T Lotk

-

, the Aate TSN B AR TR A RS N hooauh
s A )'iu!-li R Nt and OA LCHLACO AL, vk fowath
AcO ion vields A<CH.CU: inn and AcONs); s of Cy
viclds ONCIH carbauion, which retets wath Asa and gives
CHAASDY and AsOy B Heating 100 g Aty 10 L.
CECOnand &9 mb. AeAY AR o ate s Dath, treatutent
af the product with 2iY ml. H:O rethvaag A B filtration
thot) and cooling fave 3 htthe CHAOAD feon the lTate,
The ppt. was extl with H O ooy e © it wieh
truated with 1y mdb WG Hoar osan owowr it Ceenphotedy
heouglht into soln.  Dila. with AMeOlE gave a ppt. af poty-
meric ( CHASO N, 20 & whicls was purified by reduction
with Nt to the arsale deriv., which wad repxidized
with HiOy to the arsinte ackl polyaier, ducomp. 2349,
partly sol. dn hot 1.0, Longer durition of the ariginal
* reaction gives mort polymer. The polyier alzo fosted ou
heating CHA5Oy with As{OAc) m the prevence o hases,
or on heating with Ag0-AcOK, fi; the prosence of As-
(OAc), the polymer consists of secondary acidg, fut withs
aust the trincctate the product 32 mpxtuic of cquid amennt of
secondary wnd tertiary darivs , poibly Lycles with CHy
hridges.  Heatiog Asin (10 g.), wOAe (30 8.) and 20 ml
AcOH b hry. at ai)® alo gave polviner of the arsinie acid.
Tleating CH:A2.0s with the unoxidized pulviner and OAC
- gave homogenenus prodact, waieh with HgCh gave { Mese
4;),0.2”;&1. . 210-12°,  Hearing the above mict. with
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OR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6"



"APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R0017558200

16-6

st giso gave thie matenial dlong 4 Kfe, 0 T n

[ TR SR PO 2 ' hepetnetfvicne dutfathe
end alkyldiaryiarsines. [l 3 Heating 628 ¢
Pl AsOAsPh, with 128 g. KOAe and 50 mi. Ay o hrs, wt
125°. coaling, addiag 59 il H.O, followed biv 25,00 KO
watil weakly basic, Reating 15 min., cooliug and cxtg. with
R0 gave en cvapn, of the ext. 8 g, (Ph:As KO, while the
- filtrate gave Phydfeds, by 1G8-74,  The restlue wad
treated with hot BtOH yielding 13.2% CH{ AsPlah, .
07-7.5° (from EtOH); concd. TINO; oxldtizes this to Fhe-
AsQff, m. 174, To Pulighr from 27.6 g. Phlsr was
added b g. CHiAuChH In Cetles after 0.5 hr. rettus the mit-

- ture was hydrolyzed coaventionally with ¢il, HCH snd the
evapd. org. faver was Teated with EtOH{ to 60767 1o dis-
solve Bliy, leaving helhind 71 1% CHA AsThehy, v WT°
This with axcess Mel refluced 3 hes, gave 729 dumsihsedide,
_m. 172° {lrom dit. FaOih Hazting (Phads)hO (70 )
with 50 g. F2COp and 251 ¢ Ac.O {1 hrs. at 1) follawesd by
neutrelization with 2365 “a0H | e, with 1) wad evapn,

gave 15 g (PhaAalO, while the reviduad ail gave 85% Phe
MeAs, by 1853-707; metirndude v 19°, Heating #0 g
(Ph:As)xO with 80 ¢. KO:CE and 10 ml (FtCO; 50 8 hrs.
at 1507 gave 53.69, PhELLs, b 162-57; methiadide, m.
170°. Similarty K(RCPr and (PrC0:%0 gave G, Phe-
PrAs, by 1738 <1°. () M. Kosotapoff_—

APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6"



"APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86 00513R001755820016-6

e

GEUEEH T *%:’*fﬁ?&%&ﬂé‘mm ;

PITOV Se L. cnd TEVTD 3Z. 2.
3Ll
(] I 3 n e Comcod de II Shpuchure
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Tenchion ror the Production of Orranie Arsenic Concowncis. ITI.

« - : . e 1. vy repe AT 0 . e g,

Lhenes of Tebroobenyl tebhylens Dleenine cnd At bl vyl faniner,
Shornik stotsry ro obshchey

thirid (Collechinn of
Cheniztey), Vol II, loscow-Leningrs

—
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TITOV’ A. Ia

"Mechanism of oxidation and nitration of cyclohexane with nitric acid and nitrogen
oxides, Part 1." _Titov, A. I., Matveeva, M. K. (p. 238)

S0; Journal of General Chemistry (Zhurnal OBshchei Khimii) 1953, Volume Mo. 23, No. 2.

S L S
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USSR.

~Mechanism of methylation of 2-aminopyridine according
to Leuckart and condensalion of dmieihiylumnopyridine
with formaldehyde. A, [. Titov and N. Buryshaikaya,

T Gen. Chem. U.S. S Sin2aftibsfitd03 { Engl trunslation .
—See C.4 48, 2704¢. H L.
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gn_ and oddauon o! ,
var 7. Gen. Clum. 3.9, . :
- 1953 ngl, tran: ton)—SeeC’A 47, 2;1‘1511. |
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TITUY, A. I.

A new method of Introduction n! fiy g[ ing into an aromatic
1]

nucleus A. 1L _Titoy uml ); aryshnikov Zhur.
Chemical Abst. Obskehel Kb, 23, J16 ~:(l‘i.-‘i)— Cradual addn. of 8 g,
Vol. 48 MNo. 5 * PhNHOH at 0° to 36 ml. abs. HF in a Cu crucible, followed
|by 2 days at 10°, treatment with KiCOy soln., and steam
Mar. 10, 1954 Cdistn. gave 38 g, p-FOHNIL, by 867 ,(i,xl'nm,‘,lr.{cr,u ,
, sm, LB, The reaction may oceur by addu. of I lon to
()rganic ChemiStry vlh\'}I* lnn rosulting from dehydration on the initially
formed I’hx\HO Iy *, followed by pr()lotroplc rearrangement

' to the final proccct. _G. M, ku&"!npoﬂ
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i3 SR

USSR,

ﬁne’u aisthsd of introdusicn of Suerige
metic nuc eus AL [ [itny a4

Gern Creri 1 pode B 2 S
Sec C.A. 3. 283231,
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ST, AL, and BAUTSUIIRGVA, AL,

f, New M taod of Sybtncsizing Ort.o-berivatives of Benrioe Acid
~turnal Obshe'ey Khimii, Vol.23, :io Gy 1953, up b= 941,

Trifluoride s
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med. s o
mected 1O b b

only the pseud
in "ycluptopane can
2 C links in this s haten”

; Lo Mk :
1 Mechaniam, _of pltfatia haaturdted com
a— N, Baryshuikova and A, L Titoy, Doklady orbitat overkip 1 2
RS L 3D - =—Te i . than normad Lo sature of C |
nitratiou of olefias is reviewed (14 seferencesi 5 be wose akin to ordluary r-bonds, which carrespon
i hsence of strong ds pto-. phys- and chem. propes of this hydrocarbon
i ’ the reaction with ed simitarly to that
dical QeNEH

jon of olefing by N oxidesin the al

_creds theot 4 a complex © ith the radical
hich-is in eguil. with the O radical; the 13
w.feact in 8 yarlety of patis i : ximes, .

the nitration
-~ Russ—Ehyss Chen. Soc.
tollow- . NO3. g“ e e s

wx_(h NO; it §orms dinitro oy
climination of HNOy» nltroplefins. In- o
¥ with NOs ot dil. - clene
. ibte to d . (1926)). + otk :
dropwise 1t 0, and ELO 10 Bex ; paCh B
ju 50 ml, PRt 0 at 0° with percolation by L B
3 2—nap‘h\hul wave Lo

. eyciohexey

aq. ext. O T58
o, when a mixt:
4 20 mi. HNO;s (d. 1) was satd . wirh
ave simtlarly 0.3 g.of the R
:CHgat —g°, with the entci” .
| viscons. i

yieldcd 13.4 8

terlals. Atlow con
the tmonomol.”” U !
500, BzCHiNOn formed{ 2 , from a bubbles,
—» PhCH-. high When COs Was used instead of o, ondy
od, Waen 245 g. s
H:CHain cC

8.8 g. polymer was form
was added at 52 over 35 min. to 3‘5
. with the mixt. percol:ued with C, 47%
@0, was obto ned siter trentment.w\th EtOH. 1
' COs carrying NOs (from & O contniner) passed into ¢y~
clokexene i CHBr gave larg
-35.4% Bt: NO1 (3 mi-
30:3 Rpty in 60, snd keot S0, with NO at =
g styrene pscud‘oniuoaigc. i c.M.K

with H.0 ot
N presymably a8 follows:
(0()N0=)CH1NO1, wii
final product and NO»™ .

-NOs eorresponds to

© course since on fonic reactiots

CH,NOy (1.c’rnkrosonitdte). and in an lonlc reaction i
AcOH one wontld expeet SHCI(OAC)CHNO ¥ hite actually)
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s8R/ cremistry - Addition reactions

card 1/1 1 Pub. 151.- 28/42

_ Autbors 1 Titov, A, I., and Maklyaev, F. L.

Title { Conjugated addition reactions of halogens to olefins. Part l.-

pericdical ¢  Zhur. ob. Khim. 21,/9, 1624-1630, Sep 1954

The idea of conjugated addition reactions of halogens over maitiple
bonds is introduced and reviewed. Experiments showed that halogen
molecules display the characteristics of strong aprotonic acids (effec~- |
tive electrophilic natwre), and olefins (in a somewhat less effective
form) possess these basic characteristics only as resulb of the rela-
tively weakly bound pi-electrons. The initial stages of reaction,
between halogens ard olefins, are explained, 7he general laws and the
gpecial cases where halogens react with unsaturated compounds, in ac-
cordance with the lon mechanism, are 1isted. Forty-five references:
23-USA; 18-USSR ard 1,-German (1505-1948) «

Absﬁact

-~

Ingtitution T eee
Submitted :+ March 19, 1954

e
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UISR/Chemistry ~ Addition reactions

Card 1/1 ¢
Authors g |
Title t
Pericdical 1t
Abatract
instit.ution :
Snbmitted :

Pub. 151 - 29/42

Tit_c_;v, wﬁm}w’ and Maklysev, F, L.

Conjugated addition reactions of halogens to olefins. Part 2.-

Zhur} ob. Kkhim, 24,/9, 1631-1635, Sep 1954

Investigations were conducted for the purpose of finding suitable

methods of syntheslzing beta-halogenated ethyl ethers of benzene-and
p-toluene sulfonic acids, beta-chlorethyl sulphate, chlorosulfonate,

- phosphate and mixed 1,2-dihalogenated ‘gthanes by the conjugated reac-

tion method by directing the alkylating action of the complex to proper
third component, The results obtained are doscribed in detail. Seven [N

references: 2-USA; 2-USSR and 3-German (1920-1954). Tables.

March 19, 1954
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T|‘LD\’ y Q‘ I .
USSR/ Chemistry - Addition reactions

N s SRHE WO R R R B T AT

B Cora 1/1 Pub. 151 - 30/37

Titov, A. I., and I-!akiyaev, F. L.

Title, ¢

‘Periodical ¢

Abstract; s

Conjugated ‘addition reactions of halides to olefines: Part 3.- Order of
addition to nonsymmetrical olefines.

Zhur. ob. khim. 24/10, 1860-1862, Oct 1954

A method determining the order of addition of halides to othsr nonsymmetrical
olefines, in the case of conjugated reactions, is briefly described, The pro-
ducts obtained from the reaction of Cl with propylene, in a mediun of homolo-
gous acids, are listed. The order of addition of olefines (e. g., to propyl-
ene) in conjugated reactions can be deternined by considering the effect of

eubsti*utes on the distribution of the positive charge in the intermediate

“halide—olefine complex. Five references: - 2-USSR;-1-Belgian; l-French and

Institution

Submitted @

1-German (1902-1954). .

March 19, 19 54
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echaniim of catalyiic nitration of o ‘n_rg%muamﬂwm—-
tha pregeace of E‘Its of mercury, 11 ew ditections of
the reaction !.n aitraflon o t uena A. L Titov aud AL

fots).—See L.A 0, 140280, . M. R. _— .

o
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o ' - v/ Mechanism of catalytic_nitzatisgnf.aromatic compounds - - R
e s Ke in the presence of softs of meccury, U, MNew directions of : o
B /4, I ]

the resction ig nltration of to! IoTitovand AN, : R i Ll

ova . Zhkur. Qbsh penk; o2&, S0 1001
of. €A, 43, 65%e.—Mebh 248 mb), HX) ml. HNO, (1,
1.39), 10 g HefNODY,, aud 2 g MaNO, kept 10 duys ina
elozed flask, 19°g. fle{ MO and 40wk 1IN, (d. 1.5) added .

and the mist. cooled and Altered soficr 17 mare days, yielded” . ,
13 g pFONCHLCON, 18 g boucrie tolyldinzonium '
<alts (detd. by titration with, 2-Cu 00, 195 g, trinitro-
mecresol, m. 00- 1007, and 2.4 g, wiaed nltroereals. The :
vrg. Fryer huated with EeNU gave 031 g0 PRCILNEL ~-
(picrate, nr. 1229 snd mived nitrotolucucs, eonty, 6257 p- : . . : I
feomer.  Meating 50 mb, Melln, 209 sl 110, (dL 1.1), and . . :

A g, Hgl NOy Y 30 hes, at 50607 in a sticnn of NO gave 3.3
. nrixed nitroc s contg. 0.73 g trinitro-ms-cresol and .
sotge dinitro-p-cresol, m, $3°, rom which was isolated -
dinitro.f-cresol, m, $9-2°, amd soue mixed nitrotoluencs.
MePh (20 mb.), 160 mb. JINO; (d. 1.1}, 20 g, Hg{ NOy, ned
0.2 g. trioxymethylene in 10 bra, ot 100° gave 2,19 g, trinitro-

mecresnl, 0,14 . dinitreocrezol, 08 . mixed nitrocresols, - el cd

2.3 g. mdxed niteatobiency, sovl 7.4 g He salts. Jleating 1 : A -
g, p-ONCHLCOCILEY, 5 ml, PRNO,. nnd 3 i, FtsNH 8. . R “:
hra. on a steam bath gave 0.12 g. p-0:NCMHCOH, 0.15 z. ) < P . Y
PHCHNEL, and 0.73 g. unracted ester, A similar nlkyla- :

Libg waa oluerved with B20CH.PH. G. M. Kosslapoff__.
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USSR/Chemistry - Addition reactions
Card = 1/1 Pub, 22 - 26/47

Authors :  Titov, A. I., and Maklyayev, F. L.
st R I ) .
Title :  Conjugated addition reactions of halides to olefins

Periodical :  Dok. AN SSSR 98/5, 795-798, Oct 11, 1954

Abstract : The mechanism of conjugated addition reactions, especially in the case of
the addition of halides to olefins of an ionic or radical nature, is ex-
plained. Usinz the method of conjugated reactions - simultaneous intro- e
duction of halides and olefin into appropriate acids - the authors realized '
the synthesis of Beta-chloro- and -beta bromoalkyl esters of different acids,
The addition products, obtained from halide-olefin conjugated reaction, are
described, The application of the conjugated reaction idea to other types

of additions, with multiple bonds, was recommended. Five references: 2-

USSR; 2-USA and 1-German (1925-1947).

Institution : ...
Presented by : Academician I. L. Knunyants, May 27, 1954
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